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© A condensed heterocyclic compound of the general formula: 
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Q-CONH-CH 
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wherein Q is a condensed heterocyclic group having a nitrogen atom in the bridgehead which is 
unsubstituted or substituted, X is a hydrogen atom or a group attached through C, O, S or N, and Y is an 
electron attractive group, or its salt which is useful as agricultural chemicals. 
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Condensed Heterocyclic Compounds, Their Production and Use 



BACKGROUND OF THE INVENTION 



5 1 . Field of the Invention 

This invention relates to novel condensed heterocyclic compounds or salts thereof, intermediates 
thereof, method for preparing them and farming and gardening fungicide containing them. 

10 

2. Description of the Prior Art 

It has been known that some kinds of amide compounds possess fungicidal activity against pathogenic 
fungi causing various kinds of plant blight. For instance, compounds described in Japanese Patent 
75 Unexamined Publication No. 135.364/1988, EP 61836A and GB 2190375A exhibit effects against downy 
mildew fungi of a vine and cucumber and pathogenic fungi of a tomato and potato. However, it is hard to 
say that those compounds exhibit sufficient controlling effects and safety. 

Thus, it is desired to conquer the aforementioned defects, namely, to provide compounds possessing 
excellent control effects against plant blight, method for preparing those compounds and agent for 
20 controlling plant blight containing those compounds. 

Downy mildew and other blight of vegetables and fruit trees are liable to happen and spread in a time 
of much rain. Accordingly, it is required to provide compounds which are not washed away by rain (rain- 
resisting quality) and exhibit excellent effect for controlling and curing plant blight do not damage the 
cultivating plants and show less toxicity to warm-blooded animals and fish, and also to provide a simple and 
25 easy method for preparing those compounds in high yield and to provide a useful agricultural chemical 
containing those compounds. 



The present inventors have studied intensively to attain the aforementioned problems, and suceeded in 
preparation of condensed heterocyclic compounds of the following general formula (I) and their salts and 
found that these compounds exhibit excellent effects for controlling various kinds of plant blight, especially 
35 downy mildew and blight, possess excellent rain-resisting quality, do not damage the plants and are less 
toxicity against warm-blooded animals and fish and that those compounds can be prepared by an 
Industrially advantageous method. 

Thus, the present invention relates to a condensed heterocyclic compound of the general formula: 

40 X 



wherein Q is a condensed heterocyclic group having a nitrogen atom in the bridgehead which is 
unsubstituted or substituted, X is a hydrogen atom or a group attached through C, 0, S or N, and Y is an 
electron attractive group, and its salt. 

This invention also relates to a method for preparing a condensed heterocyclic compound (I) or its salt 
by reacting a compound of the general formula: 
Q-CO-Z (II) 

wherein Q has the same meaning as defined in the above formula (I), and Z is a leaving group, 
or its salt with a compound of the general formula: 



SUMMARY OF THE INVENTION 



30 




Y 



45 
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H 2 N-CH 



\ 



(III) 



wherein X and Y are each as defined in the above formula (l) t or its salt 

And further, this invention relates to a farming and gardening fungicide containing a condensed 
10 heterocyclic compound of the general formula (I) or its salt. 

According to one aspect, the present invention provides a condensed heterocyclic carboxylic acid 
compound of the general formula: 
Q 1 -CO-Z (IV) 

wherein Q 1 is a condensed heterocyclic group having a nitrogen atom in the bridgehead as follows 



20 



25 



30 



35 




in which R 1 is an Ci- G alkyl, halogen, d-4 alkoxy. C1-4 alkylthio, C s -io aryloxy, Cg-io arylthio, 
4 o alkoxycarbonyl, phenyl, substituted phenyl or aromatic heterocyclic group; R 2 and R 3 are a hydrogen, Ci - 6 
alkyl, halogen, nitro, amino, sulfo, mono- or di-alkylsulfamoyl, alkoxycarbonyl, formyl, cyano, phenyl, 
substituted phenyl or aromatic heterocyclic group, provided that when Q 1 is 



45 



50 




and R 1 is COOCH 2 CH 3 , either one of R 2 and R 3 is another group than hydrogen atom, and Z is a leaving 

group; 

or its salt. 

According to another aspect, the present invention provides a process for preparing a compound of the 
general formula: 
Q 2 -C0-Z (VIII) 



3 
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wherein Q 2 is a group of the general formula: 




or 





20 



in which R 1 . R 2 and R 3 have the same meanings as defined above or its salt which comprises reacting a 
compound of the general formula: 



COOH 



25 




NIL 



30 wherein the ring @ is a pyridine, pyridazine, pyrimidine or pyrazine group which is unsubstituted or 
substituted by an Ci-e alkyl, halogen, nitro, amino, sulfo, mono- or di-alkylsulfamoyl, aikoxycarbonyl, 
formyl, cyano, phenyl, substituted phenyl or aromatic heterocyclic group, and 2 is a leaving group, 
or its salt 

with a compound of the general formula: 

35 



R 

I ! 
W-CH-CO-R 



(VI) 



40 



or 



W-CH-NHOH 



(VII) 



45 



wherein W is a halogen atom, and R 1 and R 2 have the same meanings as defined above. 

The compounds (I) or their salts of this invention have a novel structure characterized by the 
combination of a specific group, namely, a condensed heterocyclic group having nitrogen atom in the 
50 bridgehead and the carbonyl group, which is different form the known amide compounds. The compounds 
of this invention have merits that they exhibit an excellent control effect for downy mildew and blight, 
possess excellent water-resisting quality, do not damage the plants and are less toxycity against warm- 
blooded animals and fish. 



55 

PREFERRED EMBODIMENT OF THE INVENTION 
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In the above formula (I) and (II). the symbol Q means a condensed heterocyclic group having a nitrogen 
atom in the bridgehead which is unsubstituted or substituted. The condensed heterocyclic group having at 
least a nitrogen 'atom in the bridgehead means a condensed heterocyclic group where the atom(s) of the 
head or end of the bridge bond, namely, both of them or either of them is a nitrogen atom, which is not 
5 ionized. The condensed heterocyclic group having a nitrogen atom in the bridgehead represented by the Q 
is a group which is formed by removing one hydrogen atom bonded to a ring-constituting carbon atom at a 
position other than the bridgehead of a condensed heterocyclic compound shown, for example, by the 
general formula; 



70 



75 



i 
i 
t 

\ a 



N 



or 



i 
i 

* a 



N 



b / 



wherein the rings a and b are each a N-containing heterocyclic ring which is unsubstituted or substituted. 
Those condensed heterocyclic groups can be represented, for example, by the general formula: 

20 



25 




wherein — means a chemical bond, and the other symbols are each as defined above. The preferred one is 
a group shown by the above left formula. 

The N-containing heterocyclic ring represented by the ring a and ring b means a 4 to 8-membered, 
preferably 5 to 6-membered heterocyclic ring containing 1 to 4 nitrogen atom(s). which may further contain 
1 to 3 oxygen atom(s) and/or 1 to 3 sulfur atom(s) optionally mono- or di-oxidized. Such heterocyclic ring 
may further be condensed with a 5 to 6 membered aliphatic cycle (e.g. cyclopentane, cyclohexane), 
aromatic cycle (e.g. benzene or naphthalene) or heterocycle (preferably 5 to 6-membered heterocycle). 

Among these condensed heterocyclic rings, heterocyclic groups formed by condensation of 5-mem- 
bered ring and 6-membered ring are preferable. 

In the above formula, the ring a is preferably a 5-membered heterocycle containing 1 to 3 nitrogen 
atoms, and the ring b is preferably a 6-membered heterocycle containing 1 to 2 nitrogen atoms or a 5- 
membered heterocycle containing 1 to 2 nitrogen atoms and 1 sulfur atom optionally mono- or di-oxidized. 

The rings a and b may be substituted by the same or different one to three substituents (B\ B 2 , B 3 ) as 
defined below. 

Specifically, the group represented by the general formula: 




includes the groups shown, for example, the general formulae: 

55 
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wherein A is a group forming a condensed ring at the [1,2] positions oMhe imidazole ring, A is a group 
forming a condensed ring at the [1.5] positions of the imidazole ring, A is a group forming a condensed 
ring at the [1,5] positions of the pyrazole ring, A~ is a group forming a condensed ring at the [Impositions 
of the pyrrole ring, A*" is a group forming a condensed ring at the [3,4] positions of the triazole ring, and 
B\ B 2 and B 3 are each as defined below. 

The group A, a\ a", A* or a"* contains 1 to 4, preferably 3 to 4 carbon atoms as the ring-constituting 
atom and may further contain 1 to 3 of nitrogen, oxygen and/or sulfur atom(s) (which may be in mono- or 
di-oxidized form). 

Among the above condensed heterocyclic groups, the groups represented by the general formulas: 



40 




are preferable. 
4 5 The group represented by the general formula: 



50 




is more preferable. 

Examples of the condensed rings represented by 
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as the skeleton of the group of the general formula 



70 




*s include: 




30 



35 



40 



45 



50 
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Examples of the condensed rings represented by 



A' I 0 



as the skeleton of the group of the general formula: 



n 

y~ 



are: 



N 



r 



and 



Examples of the condensed rings represented by 



V A " 



as the skeleton of the group of the general formula: 



Bi 




y^ 1 



N 



are: 





and 
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Examples of the condensed rings represented by 



5 




as the skeleton of the group of the general formula: 



B, 



15 




are: 

20 



25 



30 




Examples of the condensed rings represented by 

35 




40 

as the skeleton of the group of the general formula: 



45 




55 
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are: 



5 



70 




75 More specifically, these condensed heterocyclic groups include 

imidazo[1 ,2-a]pyridine, imidazo[1 ,2-a]pyrimidine, imidazo[1 t 2-c]pyrimidine, imidazo[1 ,2-a]pyrazine, imidazo- 
[1,2-b]pyrida2ine f imidazo[1,2-b](l t 2,4)-triazine, imidazo[2,1-a]imidazole, imidazo[1,2-b]pyrazoie, imidazo- 
[2,1 -b]thiazo!e, imidazo[2,1 -b](1 ,3,4)thiazole, 2,3-dihydroimidazo[2,1 -b]thiazole. py ra2olof 1 ,5-a]pyrimidine. 
pyrazolot5.1-a]thiazole. pyrazolo[1 t 5-a]pyiidine. pyrrolo[1 .3-b]pyridine, imidazo[1.5-a]pyridine and (1,2,4)- 

20 triazolo[3,4-b]thiazole. 

On the other hand, the group represented by the general formula: 



25 



/ 



N 

i 

N 



b : 



/ 




wherein B 1 and B 2 are each as defined below. 

More specifically, 6H-(1 ,2,4)triazolo[1 ,2-b](1 ,2,3,4)tetrazyl, 1H-(1 A4)triazolo[1.2-a](1 A4)triazyl, (1.2,3)- 
triazolo[2,1 -a](1 ,2,3)triazin-4-ium, (1 ,2,4)triazolo[1 ,2-a]pyridazin-4-ium and 6H-pyrazolo[1 ,2-a](1 ^ABJtetrazyl 
are exemplified. 

The substituents B\ B 2 and B 3 on the condensed heterocyclic group for Q may be the same or 
different each other. Examples of the substituents are hydrogen atom, nitro, amino, hydroxy I, cyano, Ci -3 
acyl (formyl. etc.), carbamoyl, carboxyl, alkoxycarbonyl (e.g., C1-* alkoxycarbonyl such as methoxycar- 
bonyl, ethoxycarbonyl, n-propoxycarbonyl, isopropoxycarbonyl, etc.), sulfo, halogen (chlorine, bromine, 
iodine, fluorine, etc.), C1 -4 alkoxy (methoxy, ethoxy, propoxy, iso propoxy, butoxy, isobutoxy, sec-butoxy, 
tert-butoxy, etc.), C6-10 aryloxy (phenoxy, etc.). Ce-io arylcarbonyl (benzoyl, etc.), C 6 -io aryl (phenyl, 
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etc.), C7-10 aralkyl (benzyl, phenethyl, etc.). C3-7 cycloalkyl (cyclohexyl, etc.). Ci-« alkylthio (methylthio. 
ethylthio, propylthio, isopropylthio. butylthio, iso-butylthio. sec-butylthio, tert-butylthio, etc.). Cg-io arylthto 
(phenylthio, etc.). C7-10 aralkylthio (benzylthio, etc.). mono- or di-alkylsulfamoyl (e.g., mono- or di-Ci-4 
alkylsulfamoyl such as mono- or di-fnethylsulfamoyl, mono- or di-ethylsuifamoyl. mono- or di-n-propytsul- 

5 famoyl), C1 alkyl (methyl, ethyl, propyl, isopropyl. pentyl, hexyl, etc.), substituted phenyl (mono-, di-, tri or 
tetra-halogen-substituted phenyl such as 2-chlorophenyl, 3-chlorophenyl, 4-chlorophenyt, 2-fluorophenyl, 4- 
bromophenyl, 2,3-dichlorophenyl, 2,4-dichlorophenyl, 2,6-dichlorophenyl, 2,4-difluorophenyl, 2,6- 
difluorophenyl. etc.. mono-, di-. tri or tetra-Cw alkyi-substituted phenyl such as 2-methylphenyt. 3- 
methylphenyl. 4-ethyiphenyl, 4-isopropylphenyl, 2.4- dimethylphenyl, 2,5-dimethyiphenyl, 3,4-dimethyl- 

10 phenyl. 2,5-diethylphenyl, 2.4,6-trimethylphenyl. etc., mono-, di-. tri- or tetra-Ci -* alkoxy-substituted phenyl 
such as 2-methoxyphenyl, 3-methoxyphenyl t 4-methoxyphenyl, 3,4-dimethoxyphenyl, etc., mono-, di-, tri- or 
tetra-Ci-4 alkylthio-substituted phenyl such as 2-methyltiiiophenyl, 3,4-dimethylthiophenyl, etc., 2-chloro-4- 
n'rtrophenyl, 4-nitrophenyl. 2-methyl-4-arninophenyl, 2-bromo-4-nitrophenyl, 2-nitro-4-methylphenyl, etc.), 
aromatic heterocyclic group (5 or 6 membered heterocyclic group such as pyridyl, furyl, thienyl, thiazolyl, 

ts etc.). Especially, one of B\ B 2 and B 3 is preferably C1-6 alkyl, phenyl or substituted phenyl. 

Q 1 in the above mentioned general formula (IV) means a condensed heterocyclic group having a 
nitrogen atom in the bridgehead shown by the following formula: 



20 



25 



30 



35 



40 




The substituents R\ R 2 and R 3 are the same or different and have the same meanings as mentioned 
above but either one of R 2 and R 3 is a group other than hydrogen atom when Q 1 is 



45 



50 




and R 1 is COOCH2CH3. 

Examples of the substituent R 1 include the C1-6 alkyl, halogen, C1-4 alkoxy, C1-4 alkylthio, C6-10 
aryloxy, Cg-io arylthio, alkoxycarbonyi, phenyl, substituted phenyl or aromatic heterocyclic group as stated 
in the above B\ B 2 and B 3 . Examples of the substitutents R 2 and R 3 include hydrogen, nitro, amino, sulfo, 
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formyl, cyano or phenyl group, and also the C1-6 alkyl, halogen, mono- or di-alkylsulfamoyl, alkoxycar- 
bonyl, substituted phenyl or aromatic heterocyclic groups as stated in the above B\ B 2 and B 3 The 
substituent R 1 is preferably phenyl or a substituted phenyl. 
Preferable ones of Q 1 are Q or Q as described below. 

5 The symbol X in the general formula (I) is a hydrogen atom or a group attached through C f 0, S or N 
atom. The group attached through a C atom may be an alkyl, aikenyl. haloalkyl, cycloalkyl, cycloaikenyl, 
aryl or aralkyl group or an aromatic heterocyclic group having a chemical bond at a carbon atom; the group 
attached through an 0 atom may be an alkoxy, aryloxy or aralkyloxy group; the group attached through a S 
atom may be an alkylthio, arylthio or aralkylthio group; and the group attached through a N atom may be an 

70 aikyiamino. arylamlno or aralkylamino group or an aromatic heterocyclic group having a chemical bond at a 
N atom. 

The above alkyl (Jroup and alkyl moiety of the haloalkyl, alkoxy, alkylthio and aikyiamino groups include 
a straight or branched one containing 1 to 10 carbon atoms such as methyl, ethyl, propyl, isopropyl, n-butyl, 
isobutyl, sec-butyl, tert-butyl, n-pentyl, sec-pentyl, isopentyl. neoperttyl. n-hexyl. isohexyl, n-octyl. n-decyl 
75 and the like. 

The above aikenyl group may be one containing 2 to 4 carbon atoms such as vinyl, allyl, 2-methaiyl, 3- 
methalyl, 3-butenyl or the like. 

The above cycloalkyl group may be a 3- to 6-membered one such as cyclopropyl, cyclopentyl, 
cyclohexyl or the like. 

20 The above cycloaikenyl group may be a 3- to 6-membered one such as cyclopropenyl, cyclopentenyl, 
cyclohexenyl or the like. 

The above aryl group and aryl moiety of the aryloxy, arylthio and arylamino groups may be one 
containing 6 to 10 carbon atoms such as phenyl, tolyl, xylyl, naphthy! or the like. 

The above aralkyl group and aralkyl moiety of the aralkyloxy, aralkylthio and aralkylamino groups may 
25 be one containing 7-10 carbon atoms such as benzyl, phenethyl or the like. 

The aromatic heterocyclic group having a chemical bond at a C atom may be a 5 or 6-membered 
aromatic heterocyclic one such as 

- o.Q .C? - 9- 

11 

35 

The aromatic heterocyclic group having a chemical bond at a N atom may be a 5 or 6-membered N- 
containing one such as 



40 




Each of the above mentioned groups attached through C, 0, S or N atom may further have one to four 
substituents such as nitro, amino, hydroxyl, cyano, carboxyl, sulfo, a halogen (fluorine, chlorine, bromine, 
etc.), an alkoxy containing 1 to 4 carbon atoms (methoxy, ethoxy, etc.). an alkylthio containing 1 to 4 carbon 
atom(s) (methylthio, ethylthio. etc.), phenylthio, benzylthio and the like. 

Suitable examples of X include hydrogen atom, an C1-10 alkyl, C 2 -* aikenyl, C1-10 alkoxy, C1-10 
alkylthio. phenyl, halogen-substituted phenyl, aromatic heterocyclic group having a chemical bond at C or N 
atom or the like. Specific examples of these groups include the ones exemplified for B\ B 2 and B 3 in the 
above. 

The symbol Y in the general formula (I) means an electron attractive group, such as cyano, carbamoyl, 
thiocarbamoyl or trichloromethyl group or the like. Cyano group is preferable as an example of Y. 

Especially interesting compounds of this invention are ones represented by the following formula (I ): 



50 



55 



13 



EP 0 404 190 A1 



X' 



/ 



Q ' -CONH-CH 



\ 



(I 1 ) 



CN 



wherein Q % is a group of the formula: 



10 



is 



20 



(one of B 1 and B 2 is an Ci-e alkyl. phenyl or substituted phenyl group and the other is a hydrogen atom), 
x' is a phenyl, halogen-substituted phenyl or aromatic heterocyclic group having a chemical bond at a C 
atom. 

Another group of interesting compounds (I) is one represented by the following formula (f): 



Q" -CONH-CH 



/ 
\ 



(I") 



wherein Q" is 



25 



30 



c6- 



35 



40 



(B 1 is a phenyl or substituted phenyl group, B 2 is a hydrogen atom or a Ci-& alkyl group), and X is a 
phenyl, fluorine-substituted phenyl, thienyi or furyl group. 

The Ci-6 alkyl group and substituted* phenyl group exemplified in the above B\ B 2 and B 3 are 
applicable to those in B 1 , B 1 t B 2 and B 2 of the formulas (I ) and (f ). The halogen-substituted phenyl 
group for X may be a phenyl group substituted by one to four halogens of fluorine, chlorine, bromine and 
so on. The fluorinei-substituted phenyl group for X may be o- ( m-or p-fluorophenyl, o.m- or o.p- 
difluorophenyl or 2,4,6-trifluorophenyI. The aromatic heterocyclic groups having a chemical bond at C atom 
memtioned in the symbol X are applicable to those of X . 

Preferable example of the symbols Q' and Q° is 



45 



50 



55 




(l)n 



wherein n is 0, 1, 2, 3 or 4 and I is the same or different selected from a group comprising Ci -t alkyl, Ci -* 
alkoxy, Ci-* alkylthio or halogen. The substituted phenyl groups mentioned in B 1 B 2 and B 3 are applicable 
to the group: 
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(n 0). x' and x" is preferably 2-thienyl group, etc. 

The compounds(l) of this invention contain an asymmetric carbon atom, and this invention include each 
isomer due to the asymmetric carbon atom and a mixture thereof. 

The salt of the compounds (I) of this invention may be a salt formed by an alkali metal or alkaline earth 
metal such as sodium, magnesium, potassium, calcium, etc. with an acidic group (e.g., carboxy, etc.) 
contained as a substituent, or a salt formed by a mineral acid such as hydrochloric acid, phosphoric acid, 
sulfuric acid, etc. or an organic acid such as oxalic acid, acetic acid, benzoic acid, etc. with a basic group 
contained in the substituent(s) or condensed heterocycle. 

The carboxy lie acids (II) and (IV) having condensed heterocycle, which are used as the starting 
materials in this invention, or their salts can be prepared by a method similar to the known methods 
described in, for example, J. Org. Chem., Vol. 37, page 3107 (1972); J. Org. Chem., Vol. 36, page 2678 
(1971); J. Org. Chem., Vol. 42, page 4197 (1977); J. Med. Chem., Vol. 17, page 645 (1974); J. Med. Chem., 
Vol. 20. page 386 (1977); J. Med. Chem.. Vol. 15. page 982 (1972); J. Med. Chem., Vol. 28, page 876 
(1985); Tetrahedron Lett, Vol. 21, page 2195 (1980); J. Chem., Soc. Perkin Trans. I. page 1159 (1987), and 
the like. 

In more detail, some of the carboxylic acids (II) or (IV) or their salts can be prepared, for example, by 
reacting an aromatic heterocyclic aminocarboxylic acid, its reactive derivative or salt with a compound of 
the formula (VI) or (VII). 

Especially, a compound (VIII) or its salt which is frequently used among novel compounds (IV) or their 
salts can be prepared by reacting a compound (V) or its salt with a compound (VI) or a compound (VII). 

In the formulas (II), (IV). (V) and (VIII), 2 denotes a leaving group and accordingly -COZ can denote 
-COOH or its reactive derivate. Thus, the compound (H) or its salt can be represented by a carboxylic acid 
of the formula: 
Q-COOH (if) 

wherein Q has the same meaning as defined above, or its reactive derivative, or its salt; the compound (IV) 
or its salt be represented by a carboxylic acid of the formula: 
Q'-COOH f (IV) 

wherein Q has the same meaning as defined above, or its reactive derivative, or its salt; 
the compound (V) or Its salt be represented by a carboxylic acid of the formula: 



COOII 



40 




(V 1 ) 



45 wherein the ring ©has the same meaning as defined above 
or its reactive derivative, or its salt; 

the compound (VIII) or its salt be represented by a carboxylic acid of the formula: 
CP-COOH (Vlll') 

wherein Q 2 has the same meaning as defined above, or Its reactive derivative, or its salt, respectively, 
so Examples of the reactive derivatives at the carboxyl group in the aromatic heterocyclic amino carboxylic 
acid and carboxylic acids (if), (iv') t (V') and (Vlll') include the acid anhydrides, active amides, active esters 
or the like. Specific examples of such reactive derivatives are as follows: 

1) Acid anhydrides may be mixed anhydrides with halogenic acids (e.g., hydrochloric acid or 
hydrobromic acid), mono-alkyl carbonates, aliphatic carboxylic acids (e.g., acetic acid, pivaloic acid, valeric 

55 acid, isovaleric acid or trichloroacetic acid) or aromatic carboxylic acids (e.g., benzoic acid), or symmetric 
acid anhydrides. 

2) Active amides may be amides with pyrazole, imidazole, 4-substituted imidazole, dimethylpyrazole . 
or benztriazole. 
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3) Active esters may be methyl ester, ethyl ester, methoxymethyl ester, propargyl ester, 4- 
nitrophenyl ester. 2,4-dinitrophenyl ester, trichlorophenyl ester, pentachlorophenyl ester or mesylphenyl 
* ester, or other esters with 1-hydroxy-1H-2-pyrroIidone, N-hydroxysucdnimide or N- hydroxyphthalimide. 

Such reactive derivatives at carboxyl group are suitably selected and used depending upon the kind of 
5 the used carboxylic acids. 

Further, the above mentioned aromatic heterocyclic amino carboxylic acid and carboxylic acids (if), 
(IV ), (V ) and (VIII ) may be used in their free form (i.e., carboxylic acid form), preferably in the presence of 
a condensing agent such as N.N'-dicyclohexylcarbodiimide, N-cycIohexyl-N -morpholinoethylcarbodiimide, 
N-cyclohexyl-N -(4-dimethylaminocyclohexyl)carbodiimide or N-ethyl-N-(3-dimethylaminopropyl)- 
io carbodiimide. In addition, the above carboxylic acids may be used as the salts with an alkali metal or 
alkaline earth metal. 

The symbol W in the formula (VI) and (VII) denotes a halogen atom such as chlorine, bromine or 
fluorine. The ring ® in the formula (V) may be pyridine, pyridazine, pyrimidine or pyrazine ring, which may 
be substituted by a group as mentioned in R 3 , 

is Q 2 is preferably Q' or Q*. 

This reaction can be carried out without solvent or in a suitable solvent and in the presence of a 
condensing agent such as a base, if necessary. The suitable solvents may be, alcohols such as ethanol, 
isopropyl alcohol, etc., aromatic hydrocarbons such as benzene, toluene, xylene, etc.. halogenated hy- 
drocarbons such as methylene chloride, chloroform, carbon tetrachloride, etc.. ethers such as diethyl ether, 

20 dioxane, tetrahydrofuran, dimethoxyethane. etc., ketones such as acetone, methyl ethyl ketone, etc., nitriles 
such as acetonitrile, propionitrile, etc., amides such as dimethylformamide, dimethylacetamide. etc., esters 
such as methyl acetate, ethyl acetate, butyl acetate, etc.. or a mixture thereof. If necessary, a mixed solvent 
of water and an aromatic hydrocarbon or halogenated hydrocarbon may be used. The solvent is usually 
used in 1 to 50 times (weight), preferably 5 to 10 times, to the carboxylic acids or their reactive derivatives 

25 or salts. The reaction may be accelerated by adding a base to the solvent. Suitable base may be, tertiary 
amines such as triethylamine, pyridine, 4-dimethylaminopyridine. DBU (1,8-diazabicycio[5,4,0}-undec-7- 
ene), etc., alkali metal or alkaline earth metal hydroxide, carbonate or bicarbonate or alkali metal alcoholate 
such as sodium carbonate, potassium carbonate, sodium bicarbonate, sodium hydroxide, potassium 
hydroxide, sodium alcoholate, etc., or organic metal salt such as n-butyl lithium, etc. The base is usually 

30 used in 1 to 5 equivalents, preferably, 1 to 3 equivalents, to the carboxylic acids or their reactive derivatives 
or salts. 

The compound of the formula (VI) or (VII) is used in an amount of 1.1 to 2.0 moles, to 1 mole of the 
carboxylic acid or its reactive derivative or salt in this reaction. This reaction may be carried out at room 
temperature (e.g.. -10* C to 30* C) or at an elevated temperature (e.g., 30 to 100*C) for accelerating the 
35 reaction. The reaction time depends on the reaction temperature, etc.. and it is usually 15 minutes to 24 
hours, preferably 30 minutes to 10 hours. 

Thus, the resulting compound (II) or (IV) can be isolated and purified as a free base by a known method 
such as chromatography on silica gel (Kiesel gel® 60 manufactured by Merck & Co., Inc., eluting solvent: 
chloroform, ethyl acetate, etc.), or isolated and purified as an acid addition salt with an inorganic acid such 
40 as hydrochloric acid, sulfuric acid, phosphoric acid, etc., or with an organic acid such as acetic acid, 
benzenesulfonic acid, p-toluenesulfonic acid, methanesulfonic acid, citric acid, tartaric acid, oxalic acid, 
propionic acid, maleic acid, malic acid, malonic acid, fumaric acid, mandelic acid, ascorbic acid, etc. 
according to a conventional method by conventional means such as concentration, concentration under 
reduced pressure, extraction, phase transfer, crystallization, recrystallization or chromatography. In case 
45 where a carboxy group or the like is contained as a substituent in the compound, said compound can be 
derived to a salt with alkali metal or alkaline earth metal as exemplified before according to a conventional 
method, which can be further isolated and purified by conventional means as mentioned above. 

The condensed heterocyclic carboxylic acid derivative (II) or (IV) or its salt prepared by the above 
reaction can also be derived to a nitro-substituted compound by a conventional nitration, or to a 
so halogenated compound by using a halogenating agent such as N-bromosuccinimide (NBS), N-chlorosuc- 
cinimide (NCS), or the like. 

The amines (111) and their salts (salts with the acids as mentioned in the above compounds (II) and (IV)) 
can be prepared by a known method or method similar thereto. 

A compound (I) or its salt can be prepared by reacting a compound (II) or its salt with a compound (111) 
55 or its salt. 

In more detail, a compound (I) or its salt can usually be prepared by reacting a compound (II) or its salt 
with a compound (III) or its salt without solvent or in a suitable solvent and in the presence of a suitable 
base or condensing agent. The suitable solvents may be, aromatic hydrocarbons such as benzene, toluene, 
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xylene, etc., hologenated hydrocarbons such as methylene chloride, chloroform, carbon tetrachloride, etc., 
ethers such as diethyl ether, dioxane, tetrahydrofuran. etc., ketones such as acetone, methyl ethyl ketone, 
etc., nitriles such as acetonitrile, propionitrile, etc., amides such as dimethylformamide. dimethylacetamide, 
etc., esters such as methyl acetate; ethyl acetate, butyl acetate, etc., or a mixture thereof. If necessary, a 

5 mixture of water and an aromatic hydrocarbon or haiogenated hydrocarbon may be used. The solvent is 
usually used in 1 to 50 times (weight), preferably 5 to 10 times, to the compound (II) or its salt. The reaction 
can be accelerated by adding a base to the solvent The suitable bases may be, tertiary amines such as tri- 
ethylamine, pyridine, 4-dimethylaminopyridine, DBU (1 f 8-diazabicyclo[5,4,0]undec-7-ene), etc., alkali metal 
or alkaline earth metal hydroxides, carbonates or bicarbonates or alkali metal alcoholates such as sodium 

to carbonate, potassium carbonate, sodium bicarbonate, sodium hydroxide, potassium hydroxide, sodium 
alcoholate etc., or organic metal salt such as n-butyl lithium, etc. Such base is usually used in 1 to 20 
equivalents, preferably 2 to 5 equivalents, to the compound (II) or Its salt The suitable condensing agents 
may be, thionyl chloride, phosphorus oxy- chloride, carbonyldiimidazole, N-methyi-2-bromo-pyridinium 
iodide, dicyclohexylimide, etc., or a mixture thereof. Such condensing agent is usually used in 1 to 10 

75 equivalents, preferably 2 to 5 equivalents, to the compound (II) or its salt 

In the reaction, the compound (II) or its salt is used in an amount of 1.1 to 1.5 moles to 1 mole of the 
compound (III) or its salt. The reaction may be carried out under cooling to at room temperature (-20 to 
30* C), or at an elevated temperature such as about 30 to 100* C to accelerate the reaction. Though the 
reaction time depends the reaction temperature, etc., it is usually 15 minutes to 15 hours, preferably about 

20 30 minutes to 8 hours. 

Thus the resulting compound (I) can be isolated and purified as a free base by a known method such 
as chromatography on silica ge! (Kesel gel 60 manufactured by Merck & Co. Inc.. eluting sol- 
ventchloroform, ethyl acetate etc.), or isolated and purified as an acid addition salt with an inorganic acid 
such as hydrochloric acid, sulfuric acid, phosphoric acid, etc., or with an organic acid such as acetic acid, 

25 benzenesulfonic acid, p-toluenesulfonic acid, methanesuifonic acid, citric acid, tartaric acid, oxalic acid, 
propionic acid, maleic acid, malic acid, malonic acid, fumaric acid, mandelic acid, ascorbic acid, etc. 
according to a conventional method, by conventional means as mentioned above. In case where a carboxy 
group or the like is contained as a substituent in the compound, said compound can be derived to a salt 
with alkali metal or alkaline earth metal as exemplified before according to a conventional method, and can 

30 be isolated and purified by conventional means as mentioned above. 

Thus prepared compounds (I) of this invention or their salts possess an excellent effect for preventing 
and controlling various kinds of plant diseases caused by pathogenic fungi, especially downy mildew of 
vegetables such as cucumber, Chinese cabbage, onion, pulse, etc. and fruit trees such as vine, citrus, 
apple, etc., plant blight of tomato, potato, egg plant, green pepper, pumpkin, etc. Further, the compounds (I) 

35 of this invention and their salts maintain the stable fungicidal effect for a considerably long period of time 
after applying to plants (long-lasting effect), and are less in reduction of the efficacy due to little washing off 
by rain after application by spraying (rain-resistance effect). Thus, the compounds (I) and their salts exert 
sufficient effects even in the rainy reason when downy mildew or plant blight occurs frequently. And further, 
the compounds (I) of this invention and their salts possess a safe and advantageous qualities as an 

40 agricultural fungicide, because damage on plants is low ahd toxicity to fish is also low. 

The compound (I) of this invention or its salt can be used as a fungicide in a conventional form of 
agricultural chemicals. That is. a kind or two or more kinds of the compounds (I) of this invention and their 
salts may preferably be used in accordance with purpose in a form of emulsifiable concentrate, oily 
preparation, spray, wettable powder, powder, tablet, ointment, etc., which can be formed with a suitable 

45 carrier or carriers in a conventional manner, for example, by dissolved or dispersed in a proper liquid 
carrier, by mixed with a proper solid carrier or adsorbed on a proper solid carrier. If necessary, emulsifying 
agent, suspending agent, spreading agent, penetrating agent, moisturizing agent, adhesive, stabilizing 
agent, etc. may be added to the aforementioned preparations, which can be prepared by a conventional 
method. 

so The suitable rate of the compound (I) of this invention or its salt to the total fungicidal composition is 
about 1 to 80% by weight for emulsifiable concentrate or wettable powder, about 0.1 to 10% by weight for 
oily preparation and powder, and about 5 to 50% by weight for granules, though the concentration of the 
active ingredient may be varied in accordance with the purpose. The emulsifiable concentrates, wettable 
powders or the like is suitably diluted and extended (for example to 100 - 5000 times) with water or the like 

55 on the occasion of use, and then scattered. 

Suitable liquid carrier (solvent) to be used may be, for example, water, alcohols (e.g. methanol, ethanol, 
n-propanol, isopropyl alcohol, ethylene glycol, etc.), ethers (e.g. dioxane, tetrahydrofuran, ethylene glycol 
monomethyl ether, diethylene glycol monomethyl ether, propylene glycol monomethyl ether, etc.), ketones 
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(e.g. acetone, methyl ethyl ketone, etc.). aliphatic hydrocarbons (e.g. kerosine, kerosene, fuel oil. machine 
oil, etc.), aromatic hydrocarbons (e.g. benzene, toluene, xylene, solvent naphtha, methylnaphthanlene. etc.). 
halogenated hydrocarbons (e.g. methylene chloride, chloroform, carbon tetrachloride, etc.), acid amides 
(e.g. dimethylformamide, dimethylacetamide, etc.), esters {e.g. ethyl acetate, butyl acetate, fatty acid 

5 glycerol ester, etc.), nitrites (e.g. acetonitrile, propionitrile, etc.), or the like. These liquid carriers may be 
used individually or as an optional mixture thereof. 

Suitable solid carrier (diluent or extender) may be vegetable powders (e.g. soybean flour, tobacco flour, 
wheat flour, sawdust etc.), mineral powders (e.g. clays such as kaolin, bentonite, acid clay, talcs such as 
talc powder, pyropyllite, silicas such as diatomaceous earth, mica powder, etc.), alumina, sulfur powder. 

10 active carbon, or the like. These solid carriers may be used individually or as an optional mixture thereof. 

Suitable base for the ointment may be, for example, polyethylene glycol, pectin, polyalcohol esters of 
higher fatty acids such as glycerin mono-stearate, etc.celluiose derivatives such as methyl cellulose, etc., 
sodium alginate, bentonite. higher alcohols, polyalcohols such as glycerin, etc., vaseline, white petrolatum, 
liquid paraffin, lard, various kinds of vegetable oils, lanolin, dehydrated lanolin, hard oil, resins, or the like. 

75 These bases may be used individually or as an optional mixture thereof, or together with the surface active 
agent exemplified in the following. 

Suitable surface active agent to be used, if necessary, as the emulsifying agent, spreading agent, 
penetrating agent, dispersing agent, etc. may be nonionic or anionic surface active agent such as soaps, 
polyoxyalkyl aryl esters (e.g. Nonal® manufactured by Takemoto Yushi K.K., Japan), alky I sulfates (e.g. 

20 Emai 10®. Eemal 40®, manufactured by Kao-Atlas K.K., Japan), alkyl sulfonates (e.g. . Neogen®. Neogen 
T®, manufactured by Dai-ichi Kogyo Seiyaku K.K.. Japan : Neopellex®, manufactured by Kao-Atlas K.K., 
Japan), polyethylene glycol ethers (e.g. Nonipol 85®, Nonipoi 100®, Nonipol 160®, manufactured by Sanyo 
Kasei K.K. Japan), polyalcohol esters (e.g. Tween 20®, Tween 80®. manufactured by Kao-Atlas K.K., 
Japan), or the like. 

25 The fungicide of this invention can be applied at any time from seeds nursery plant to harvest. The 
fungicide of this invention can be used for controlling the outbreak of plant blight by previous administration 
and also for curing the plant blight by administration after the outbreak according to a conventional method. 

The amount of the compound (I) of this invention or its salt to be used as an agricultrual chemicals is 
variable in accordance with conditions such as growth stage and growth situation of the plant to be applied, 

30 kind of the plant blight, situation of the outbreak, administration time and method of the fungicide, etc. The 
compound (l) or its salt is usually used in an amount of about 3 to 300 g, preferably about 10 to 100 g per 
10 are. The concentration of the active ingredient to be applied is preferably about 10 to 1000 ppm. The 
fungicide is usually applied by direct scattering, direct powdering or irrigating to the plant or by powdering 
to seeds. The amount, concentration and method of application may optionally be varied so far as the 

35 fungicide is used safely and effectively. The fungicide of this invention may be used, if necessary, in an 
optional combination with the other kind of fungicides (e.g. organic chlorine fungicide, organic phosphorus 
fungicide, benzimidazole-type fungicide, copper fungicide, organic sulfur fungicide, phenolic fungicide, 
triazole-type fungicide, pyrimidine-type fungicide, acrylic acid-type fungicide, sutfenamide-type fungicide, 
amino acid-type fungicide, antibiotic substance, etc.), insecticides (e.g. natural insecticide, carbamate-type 

40 insecticide, organic phosphorus insecticide, neraistoxin-type insecticide, synthesized pyrethroid, etc.), 
miticides, nematicides, herbicides, plant hormone drugs, plant growth regulators, stabilizing agents, syner- 
gists, attracting agents, repellents, perfumes, coloring agents, fertilizers, plant nutrients, various kinds of 
amino acids, low or' high moleclar phosphoric acids, or the like. Metal salts (e.g. copper chloride, copper 
sulfate, etc.) may also be added for the purpose of synergy. 

45 The compounds (I) provided by this invention and their salts exhibit an excellent control or prevent 
effect against downy mildew and blight of vegetables and fruit trees. The compounds (I) or their salts are 
not washed away, possess an excellent rain-resistant property and accordingly exhibit the excellent control 
or prevent effect especially in a rainy season. The compounds (I) of this invention and their salts decrease 
the blight of vegetables and fruit trees, and can be used as an advantageous fungicide with no substantial 

so damage to the crops. 



Test 1 Prevention of blight of tomato 

55 A compound of this invention was dissolved in dimethylformamide (final concentration : 1 % by weight), 
xylene (final concentration : 0.02% by weight) and Tween 20® (final concentration 0.02% by weight) were 
added to the solution, and the mixture was diluted with water to a fixed concentration of the active 
ingredient. To this solution was added a spreading agent, Dyne® (manufactured by Takeda Chemical 
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Industries, Ltd., containing 20% (wAv) of potyoxyethylene nonyi phenyl ether and 12% of calcium lignin 

sulfonate) in a rate of 0.05% (w/w) (final concentration) to give a scattering solution. The solution was 

sprayed to young seedlings (about 4 weeks seedling) of tomato to an extent that the solution failed in drops. 

After air-drying, a suspension of zoosporangia of pathogen of tomato blight (concentration : about 10 s /ml) 
5 was inoculated by spraying. After the inoculation, the plants were kept in a humid room at 17* C for 5 days. 

The rate of area of the affected spots in the plant was surveyed, and the prevention value was shown in 

accordance with the following coefficients. 

Prevention value 3 : affected area 0-5% 

Prevention value 2 : affected area 6-15% 
70 Prevention value 1 : affected area 1 6 - 30% 

Prevention value 0 : affected area 31 % or more. 
The results are shown in Table 1 . 



75 Test 2 Prevention of downy mildew of cucumber. 

A scattering solution containing a compound of this invention in a fixed concentration was prepared by 
the method described in the above Test 1 , and the solution was sprayed to young seedlings (about 3 weeks 
seedling) of cucumber to an extent that the solution failed in drops. After air-drying, a suspension of 

so zoosporangia of pathogen of downy mildew of cucumber (concentration : about 10 5 /ml) was inoculated by 
spraying. After the inoculation, the plants were kept in a humid room at 20* C for one day and further in a 
humid room for 6 days. The rate of area of the affected spots in the plant was surveyed, and the prevention 
value was shown in accordance with the following coefficients. 
Prevention value 3 : affected area 0 - 5% 

25 Prevention value 2 : affected area 6 - 15% 
Prevention value 1 : affected area 16 - 30% 
Prevention value 0 : affected area 31% or more 
The results are shown in Table 2. 

30 

Test 3 Prevention of downy mildew of vine. 

A scattering solution containing a compound of this invention in a fixed concentration was prepared by 
the method described in the above Test 1 , and the solution was sprayed to young trees of vine (about 6 
* 35 weeks seedling) to an extent that the solution failed in drops. After air-drying, a suspension of zoosporangia 
of pathogen of downy mildew of vine (concentration : about 10 5 /ml) was inoculated by spraying. After 
inoculation, the plants were kept in a humid room at 18* C for 10 days. The rate of area of the affected 
spots in the plant was surveyed, and the prevention value was shown in accordance with the following 
coefficients. 
40 Prevention value 3 : affected area 0 - 5% 
Prevention value 2 : affected area 6 - 15% 
Prevention value 1 : affected area 16 - 30% 
Prevention value 0 : affected are 31% or more 
The results are shown in Table 3. 
45 In the following Tables 1-3, the numbers in the column of the test compound mean the compound No. 
obtained in the Examples described below. 
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Table 1 
Prevention of 
blight of tomato 



Compound No. 


"1 r\ r\ 

200ppm 


Compound Ho. 


200ppm 


2-1 


3 


2-45 


3 


2-2 


3 


2-46 


3 


2-3 


3 


2-52 


3 


2-4 


3 


2-54 


3 


2-5 


3 


2-55 


3 


2-7 


3 


2-56 


3 


2-9 


3 


2-57 


3 


2-10 


3 


2-5-8 


3 


2-11 


2 


2-59 


3 


2-15 


3 


2-63 


3 


2-18 


3 


2-64 


3 


2-19 


3 


2-65 


3 


2-20 


3 


2-66 


3 


2-24 


3 


2-67 


3 


2-25 


3 


2-68 


3 


2-26 


3 


2-69 


3 


2-27 


3 


2-70 


2 


2-32 


3 


2-71 


3 


2-33 


3 


2-72 


3 


2-34 


3 


2-73 


3 


2-35 


2 


2-78 


3 


2-41 


2 
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Table 1 (continued) 



Compound No. 


200ppm 


Compound No. 


200ppm 


2-79 


3 


2-145 


3 


2-80 


3 


2-146 


3 


2-81 


1 


2-147 


3 


2-82 


3 


2-148 


3 


2-83 


3 


2-149 


3 


2-92 


2 


2-150 


3 


2-104 


3 


2-151 


.3 


2-109 


3 


2-152 


3 


2-114 


3 


2-153 


3 


2-115 


2 


2-154 


3 


2-119 


3 


2-155 


3 


2-120 


3 


2 -156 


3 


2-121 


3 


2-157 


3 


2-122. 


3 


2-158 


3 


2-123 


3 


2-159 


3 


2-127 


3 


2-160 


3 


2-128 


3 


2-161 


3 


2-134 


3 


2-162 


3 


2-135 


3 


2-163 


3 


2-136 


3 


2-164 


3 


2-137 


3 


2-166 


3 


2-138 


3 


2-167 


3 


2-139 


3 


2-168 


3 


2-140 


3 


2-170 


3 


2-141 


3 


2-171 


3 


2-142 


3 


2-173 


3 


2-143 


3 


2-174 


3 


2-144 


3 


2-175 


3 * 
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Table 1 (continued) 



Compound No. 


200ppm 


Compound No. 


200ppm 


2-176 


3 


2-190 


3 


2-177 


3 


2-194 


3 


2-178 


3 


2-195 


3 


2-179 


3 


2-196 


3 


2-180 


3 


2-197 


3 


2-181 


3 


2-198 


3 


2-182 


3 


2-200 


3 


2-183 


3 


2-201 


3 


2-184 


3 


2-203 


3 


2-185 


3 


2-204 


3 


2-186 


3 


2-21-1 


3 


2-187 


3 


2-212 


3 


2-188 


3 


2-214 


3 


2-189 


3 


2-215 


3 
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Tabel 2 





Prevention 


of downy 






mildew of 


cucumber 




Compound No. 


200ppm 


Compound No. 


200ppm 


2-1 


-3 


2-41 


3 


2-2 


3 


2-42 


3 


2-3 


3 


2-45 


3 


2-4 


3 


2-46 


3 


2-5 


3 


2-48 


3 


2-7 


3 


2-52 


3 


2-9 


3 


2-54 


3 


2-10 


3 


2-55 


3 


2-11 


3 


2-56 


3 


2-15 


3 


2-57- 


3 


2-18 


3 


2-58 


3 


2-19 


3 


2-59 


3 


2-20 


3 


2-63 


3 


2-24 


3 


2-64 


3 


2-25 


3 


2-65 


3 


2-26 


3 


2-66 


3 


2-27 


3 


2-67 


3 


2-28 


3 


2-68 


3 


2-29 


3 


2-69 


3 


2-32 


3 


2-70 


3 


2-33 


3 


2-71 


3 


2-34 


3 


2-72 


3 


2-35 


2 


2-73 


3 


2-37 


3 


2-78 


3 


2-40 


1 


2-79 


3 
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Table 


2 (continued) 




Compound No. 


200ppm 


Compound No. 


200ppm 


2-81 


3 


2-148 


3 


2-82 


3 


2-149 


3 


2-83 


3 


2-150 


3 


2-92 


3 


2-151 


3 


2-104 


3 


2-152 


2 


2-109 


3 


2-153 


3 


2-114 


3 


2-154 


3 


2-115 


3 


2-155 


3 


2-119 


3 


2-156 


3 


2-120 


3 


2-157 


3 


2-121 


3 


2-158 


3 


2-122 


3 


2-159 


3 


2-123 


3 


2-160 


3 


2-127 


3 


2-161 


3 


2-128 


3 


2-162 


3 


2-134 


3 


2-163 


3 


2-135 


3 


2-164 


3 


2-136 


3 


2-166 


3 


2-137 


3 


2-167 


3 


2-138 


3 


2-168 


3 


2-139 


3 


2-170 


3 


2-140 


3 


2-171 


3 


2-141 


3 


2-173 


3 


2-142 


3 


2-174 


3 


2-143 


3 


2-175 


3 


2-144 


3 


2-176 


3 


2-145 


3 


2-177 


3 


2-146 


3 


2-178 


3 


2-147 


3 


2-179 


3 
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Table 2 (continued) 



CoraDound No . 

\* WHIM v vliw *■ • • 


200dditi 


ComDOund No 


900 Dnm 


2-180 


3 


2-195 


1 

■J 


2-181 




2-196 


■J 


7-1 R2 




9-1 97 


'i 
-5 


^ lOJ 




9-900 


J 


9-1 RA 


-i 


9-901 


1 

J 


2-185 


3 


2-203 


3 


2-186 


3 


2-204 


3 


2-187 


3 


2^-211 


3 


2-188 


3 


2-212 


3 


2-189 


3 


2-214 


3 


2-190 


3 


2-215 


3 


2-194 


3 


t 
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Table 3 
Prevention of downy 
mildew of vine 



Compound No. 


200ppm 


Compound No. 


200ppm 


2-1 


3 


2-35 


3 


2-2 


3 


2-36 


3 


2-4 


3 


2-37 


3 


2-5 


3 


2-41 


3 


2-7 


3 


2-42 


1 


2-9 


2 


2-46 


2 


2-10 


2 


2-48 


3 


2-11 


3 


2-49 


3 


2-15 


3 


2-50 


2 


2-18 


2 


2-54' 


2 


2-19 


3 


2-55 


3 


2-20 


2 


2-56 


3 


2-24 


3 


2-57 


3 • 


2-25 


3 


2-58 


3 


2-26 


3 


2-59 


3 


2-27 


3 


2-63 


2 


2-34 


3 


2-64 


2 
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2-144 


o 


9-67 
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0 


C. DO 


0 


2-1 Afi 


o 




-1 


0-1 47 


-5 

J 


2- / U 


"3 

J 


0 -1 A D 
2 ~14o 


3 


2- /l 


2 


O _1 A Q 


3 


2-72 


2 


2-150 


3 


2-73 


3 


2-1 ol 


3 


2-78 


2 


2-152 


3 


O "7 Q 

2- /y 


3 


O 1 C 0 

2-103 


3 


O — Q 0 


-i 
j 


0 —1 ^ / 


•a 

O - 




o 
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•5 

J 




0 


0-1 
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o 
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0 
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•3 


0-1 go 
z — ID u 
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0-1 01 
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0 
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o 

j 


0 — 1 0 0 
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o 

J 


0-1 £0 
Z"10Z 


0 

J 


2- 1/ J 


J 


0 -1 £0 

2 -Id 3 


o 


2-127 


3 


2-164 


2 


2-128 


3 


2-165 


2 


2-134 


2 


2-166 


3 


2-135 


3 


2-167 


3 


2-140 


3 


2-168 


3 


2-141 


3 


2-170 


3 


2-142 


3 


2-171 


3 



It is shown by the above test results that the compounds (I) of this invention and their salts possess 
excellent effect for preventing the downy mildew and blight of vegetables and fruit trees. 



(f) Examples 
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"TTiis invention is explained in more detail by the following Examples. However, this invention shall not 

be limited to these Examples. 

In the following Examples, elution in the column chromatography was carried out under the observation 

of TLC (Thin Layer Chromatography). The observation of TLC was conducted by using Kesel gel 60F 254 
5 (Art* 571 5) manufactured by Merck & Co. as a TLC plate, the same solvent as the one used as an eluent of 

column chromatography as a developing solvent, and UV detector as a detecting method. The silica gel 

filled in a column was Kesel gel 60 (70 - 230 mesh. Art. 7734) manufactured by Merck & Co. The NMR 

spectrum means proton NMR fHNMR), arid tetramethylsilane was used as an internal or external standard. 

The NMR spectrum was measured by VARIAN EM 390 (90 MHz) type spectrometer in case special 
10 description is not given, and each i value was shown by ppm. Numerical value in the parentheses means 

mixing rate by volume of each solvent used in a mixed solvent as an eluent. 
Each abridgment used in the following Examples has the following meanings. 

s : singlet d : doublet m : multiplet br : broad. J : coupling constant, Hz : Hertz, CDCI3 : heavy chloroform, 

DMSOds : heavy dimethyl sulfoxide, % (except for yield) : w/w %. 
15 The room temperature means about 15 to 25* C. 



Example 1 

20 

Synthesis of methyl imidazo[1,2-a]pyridine-8-carboxylate (Compound No. 1 - 1) 

47% Hydrogen bromide (2.5ml, 14.4m moles) was added to diethoxybromoethane (2.0ml, 13.2m 
moles), and the mixture was stirred at 50 *C for 2 hours. The reaction mixture was cooled to room 

25 temperature, and ethanoi (7.0ml) and sodium bicarbonate (1.0g, 11.9m moles) were added thereto. The 
mixture was stirred, and insoluble substance was filtered off. To the filtrate were added methyl 2- 
aminonicotinate (1.0g. 6.6m moles), sodium bicarbonate (2.0g, 13.8m moles) and ethanoi (7.0ml), and the 
mixture was refluxed under heating for 4 hours. The reaction mixture was cooled to room temperature, and 
saturated aqueous solution of sodium bicarbonate was added thereto. The mixture was extracted with 

30 dichloromethane (100ml x 3), and the extract was washed with water, dried over anhydrous magnesium 
sulfate (MgSO*) and concentrated under reduced pressure. The concentrate was purified by column 
chromatography on silica gel (eluent : chloroform and then chloroform/methanol = 9/1 ) to give the object 
compound (0.6g, yield 55%) as yellow crystals, m.p. 67 - 69 *C. 

35 

Example 2 



Synthesis of methyl 2-methylimtdazo[1 ,2-a]pyridine-8-carboxylate (Compound No. 1 - 3) 

40 

Bromoacetone (6.5g, 42.7m moles) and methyl 2-aminonicotinate (4.8g, 31. 5m moles) were added to 
ethanoi (50ml). and the mixture was refluxed under heating for 17 hours. The reaction mixture was cooled to 
room temperature, and the solvent was distilled off under reduced pressure. Saturated aqueous solution of 
sodium bicarbonate (50ml) was added to the residue, and the mixture was extracted with chloroform (100ml 
45 x 3). The extract was washed with water, dried over MgSO* and concentrated under reduced pressure. The 
concentrate was purified by column chromatography on silica gel (eluentrchloroform and then 
chloroform/methanol = 9/1) to give the object compound (4.0g, yield 85%) as an oily substance. 



so Example 3 



Synthesis of hydrogen bromide salt "of ethyl 2-phenyl-imidazo[1,2-a]pyridine-8-carboxylate (Compound No. 
1-25). 

Phenacyl bromide (11. Og, 55.3m moles) and ethyl 2-aminonicotinate (8.68g, 52.2m moles) were added 
to methyl ethyl ketone (100 ml), and the mixture was refluxed under heating for 5.5 hours. The reaction 
mixture was left to stand at room temperature overnight, and the precipitating crystals were collected by 
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filtration to give the object compound (16.3g, yield 89.96%) as crystals, m.p. 174 - 176* C. 



Example 4 

5 

Synthesis of methyl ^^lor^HTiethylimidazoII^-alpyridine-S-i^Jl^oxylate (Compound No. 1-15). 

Methyl 2-methy(imidazo[1£-a]pyridine-8-carboxylate (5.3g, 27.9m moles) was dissolved in chloroform 
10 (30ml), and N-chlorosuccinimide (3.7g, 27.9m moles) was added to the solution and reacted at room 
temperature for 40 minutes. To the reaction mixture was added 10% aqueous solution of sodium carbonate 
(80ml), and the mixture was stirred for 30 minutes. The organic layer was separated from the reaction 
mixture, and the aqueous layer was extracted with chloroform (10ml x 3). The extracts were combined, 
washed with water, dried over MgSO* and concentrated under reduced pressure. The concentrate was 
rs purified by column chromatography on silica gel (eluentchloroform) to give the object compound (3.6g t 
yield 57%) as an oily substance. 



Example 5 

20 

Synthesis of methyl 3-dimethylaminomethyl-2-methylimida2o[1 t 2-a]pyridine-8-carboxylate (Compound No. 
1-17). 

25 To acetonitrile (10ml) were added 37% formaldehyde (0.3ml) and acetic acid {0.4ml), and 50% aqueous 
solution of dimethylamine (0.3ml) was added slowly to the mixture at 0*C with stirring. Methyl 2- 
methylimida20[1,2-a]pyridine-8-carboxylate (1.0g, 3.7m moles) was added to the mixture and reacted at 
50 * C for 2 hours and then at room temperature for 2.5 hours. The reaction mixture was concentrated under 
reduced pressure and neutralized with saturated aqueous solution of NaHCOa. The solution was extracted 

30 with dichforomethane, and the extract was washed with water, dried over anhydrous sodium sulfate and 
concentrated under reduced pressure to give the object compound (0.48g, Yield 52%) as crystals, m.p. 123 
- 124" C. 



35 Example 6 



Synthesis of 2-methyIimida2o[1 t 2-a]pyridine-8-carboxylic acid (Compound No. 1-4) 

40 Methyl 2-methylimidazo[1 f 2-a]pyridine-8-carboxylate (4g, 21m moles) was dissolved in a mixture of 
ethanol (45ml) and water (20ml), and sodium hydroxide (2.5g t 63m moles) was added thereto and refluxed 
under heating for 30 minutes. The reaction mixture was cooled to room temperature and concentrated 
under reduced pressure. Water (40ml) was added to the concentrate, and the mixture was adjusted to pH 4 
with cone, hydrochloric acid. The precipitating crystals were collected by filtration to give the object 

45 compound (2.3g, yield 64%). 



Example 7 

50 

Synthesis of 2-phenylimida2o[1,2-a]pyridine-8-carboxylic acid (Compound No. 1-26) 

Hydrogen bromide salt of ethyl 2-phenylimidazo [1 ,2-a] pyridine-8-carboxylate (8.4g, 24.2m moles) was 
added to 20% aqueous solution of NaOH (200ml) and ethanol (100ml). and the mixture was refluxed uner 
55 heating for 1 hour. The reaction mixture was cooled to room temperature, and alcohol was distilled off under 
reduced pressure. The concentrate was adjusted to pH 4 with cone, hydrochloric acid, and the precipitating 
crystals were collected by filtration to give the object compound (5.67g, yield 98.4%) as crystals, m.p. 
226* C. 
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Example 8 



Synthesis of 2K^loromethyrimidazo[1.2-a]pyridine-8-carboxyIic acid (Compound No. 1-90) 

Ethyl 2-ch!oromethyllmidazo[1.2-a]pyridine-8-carboxylate (8.4g. 35.2m moles) was added to cone, 
hydrochloric acid (100ml), and the mixture was refluxed under heating for 5 hours. The reaction mixture was 
cooled to room temperature and adjusted to pH 4 with saturated aqueous solution of sodium bicarbonate. 
The precipitating crystals were collected by filtration to give the object compound (5.67g, yield 76.9%) as 
crystal, m.p. 250 * C (decomp.). 



Example 9 



Synthesis of 3-nitro-2-(4-nitrophenyl)-imidazo[1 f 2-a]pyridine-8-carboxylic acid (Compound No. 1-96) 

Ethyl 2-phenylimidazo[1 l 2-a]pyridine-8-carboxylate (2.9, 10m mol) was dissolved in cone, sulfuric acid 
(5ml), and to the solution was slowly added 70% nitric acid (1.3ml) at 10* C. After addition, the mixture was 
stirred at room temperature for 30 minutes, poured into ice water and adjusted to pH 7 by adding 20% 
sodium hydroxide. The precipitated crystals were collected by filtration, which were ethyl ester of the title 
compound (3.6g. yield 99.2%). A solution of the crystals in cone, hydrochloric acid (35mi) was refluxed for 
1.5 hours and cooled to room temperature. The precipitated crystals were collected by filtration and dried to 
give the object compound (2.9g. yield 87.3%). m.p. >300*C. 



Exmample 1 0 



Synthesis of S-nitroimidazotl^-aJpyridine-S-carboxylic acid (Compound No. 1 - 125) 

Ethyl 2-ethoxycarbonyIimida20[1.2-a]pyridine-8-carboxylate (3.8g, 14.5m mol) was dissolved in cone, 
sulfuric acid (10ml), and to the solution was slowly added 70% nitric acid (1.5ml) at 10 " C. The mixture was 
stirred at room temperature for 30 minutes, poured into ice water and adjusted to pH 7 by adding 20% 
sodium hydroxide. The precipitated crystals were filtered to obtain ethyl 2-ethoxycarbonyl-3-nitro-imidazo- 
[1,2-a]pyridine-8-carboxylate (2.4g, yield 53.8%) as crystals of m.p. 139 - 140* C. A solution of the crystals 
in cone, hydrochloric acid (35ml) was refluxed for 1.5 hours and cooled to room temperature. The 
precipitated crystals were collected by filtration and dried to give the object compound (l.2g, yield 74.3%) 
of m.p. > 300* C. 



Example 11 



Synthesis of ethyl 3-formyl-2-phenyI-imidazo[l,2-a]pyridine-8-carboxylate (Compound No. 1 - 119) 

To a solution of ethyl 2-phenyl-imidazo[1,2-a]pyridine-8-carboxylate hydrogen bromide (14.7g, 4m mol) 
in DMF (8ml) was dropwise added phosphorus oxychloride (2ml) keeping the inner temperature to below 
15* C. Then, the mixture was allowed to react at room temperature for 30 minutes and at 70 " C for 2 hours. 
After completion of the reaction, the reaction mixture was cooled, poured into ice water and adjusted to pH 
7 by adding 20% sodium hydroxide. The precipitated crystals were collected by filtration and recrystallized 
from ethanol to obtain the object compound (1.0g, yield 85.5%) as colorless crystals, m.p. 139* C. 



Example 12 



Synthesis of ethyl 3-cyano-2-phenyMmidazot1,2-a]pyridin-8-carboxylate (Compound No. 1 - 121) 

30 
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.Ethyl 2-phenyHmidazo[1 ^-a]pyridine-8-carboxy!ate hydrogen bromide (1 .96g, 5.35m mol), and 
triethylamine (0S5g, 5.44m mol) were added to acetonitrile (20ml). To this solution was dropwise added a 
solution of chlorosulfonylisocyariate (CISO2NCO) (0.8ml, 9.19m mol) in acetonitrile (5ml) at an inner 
temperature of 0 - 20* C. Then, the mixture was allowed to react at room temperature for an hour. After 
5 completion of the reaction, the mixture was concentrated under reduced pressure. The resulting concentrate 
to which water was added was extracted with dichloromethane. and the extract was washed with water, 
dried over anhydrous sodium sulfate and concentrated under reduced pressure. The residue was purified 
by silica gel column chromatography (eluent : chloroform) to give the object compound (1.06g, yield 67.9%) 
as crystals, m.p. 87 - 89 * C. 

70 

Example 13 



75 Synthesis of ethyl 2^thoxycarbonyl-imidazo[1,2-a]pyridine-8-carboxylate (Compound No. 1-123) 

A mixture of ethyl bromopyruvate (2.3g, 102m mol and ethyl 2-aminonicotinate (1.7g t 10m mol) in 
methyl ethyl ketone (17ml) was refluxed for 5 hours. After completion of the reaction, the mixture was 
cooled to room temperature and distilled under reduced pressure to remove the solvent. The residue to 
20 which saturated sodium hydrogen carbonate aqueous solution (50ml) was added was extracted with 
chloroform (100ml x 3). The extract was washed with water, dried over MgSO* and concentrated under 
reduced pressure. The concentrate was purified by silica gel column chromatography (eluent : ethyl 
acetate) to give the object compound (0.7g, yield 26.7%) as crystals, m.p. 97* C. 

25 

Example 14 



Synthesis of ethyl 2-methyl-3-sulfoimidazo[1,2-a]imidazo[1 i 2-a]pyridine-8-carboxylate (Compound No. 1 
30 -127) 

To a solution of ethyl 2-methyl-imida2o[1,2-a]pyridine-8-carboxylate (1.2g, 5.9m mol) in chloroform 
(15ml) was added chlorsulfonic acid (0.6ml). The mixture was reflexed for 3 hours, and then concentrated 
under reduced pressure. The precipitated crystals were collected by filtration, washed sufficiently with water 
35 and dried to give the object compound (1 .2g, yield 71 .4%) as crystals, m.p. 247 - 250* C (decomp.). 



Example 15 

40 

Synthesis of ethyl 2-methyl-3-N-methy!sulfamoylimidazo[1,2-a]pyridine*8-carboxylate (Compound No. 1 
-129) 

Ethyl 2-methyl-3-sulfo-imidazo[1 f 2-a]pyridine-8-carboxylate (1.7g) and tri-n-propylamine (2.6g) were 
45 added to acetonitrile (17ml). Phosphorus oxychloride (1.1ml) was added to the mixture, keeping the inner 
temperature to 50 - 60* C. Then, the mixture was allowed to react at the same temperature for an hour. 
After completion of the reaction, the mixture was concentrated under reduced pressure, and water was 
added to the residue. The precipitated crystals were collected by filtration, washed with water and dried to 
obtain ethyl 2-methyl-3-chlorosulfonyl-imida20[1 f 2-a]pyridine-8-carobxylate (1.2g, yield 66.3%) as crystals of 
so m.p. 182- 183* C. 

The crystals (1.2g) was dissolved in acetonitrile (12ml), to which a solution of 40% methylamine 
aqueous solution (0.75g) in acetonitrile (3ml) was dropwise added at an inner temperature of 0 - 10* C. 
Then, the mixture was allowed to react at "room -temperature for an hour. After completion of the reaction, 
the mixture was concentrated under reduced pressure. The concentrate to which water was added was 
55 adjusted to pH 7 with dilute hydrochloric acid. The precipitated crystals was collected by filtration, washed 
with water and dried to obtain the object compound (1.1g, yield 93.2%) as crystals, m.p. 184 - 185* C. 
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Example 16 



Synthesis of 2-chloroHmidazo[1,2-a]pyridine-8-carboxylic acid (Compound No. 1-135) 

5 

A mixture of diethyl bromomalonate (26ml) and ethyl 2-aminonicotinate (I3.3g) was allowed to react at 
80 - 90* C for 6 hours under nitrogen atmosphere. After completion of the reaction, the mixture was cooled 
to room temperature, and acetone (100ml) was added thereto. The precipitated crystals was collected by 
filtration, affording 3 t 8-diethoxycarbonyl-2-hydroxy-imida2o[1 ,2-a]pyridine hydrobromide (9.98g, yield 
to 34.8%). 

A mixture of the crystals (6.6g) in phosphorus oxychloride (30ml) was reacted at 160* C for 2 hours in a 
pressure reaction vessel. After completion of the reaction, excess phosphorus oxychloride was removed 
under reduced pressure. Ethanol was added to the residue, and the mixture was concentrated under 
reduced pressure. The concentrate was purified by silica gel column chromatography (eluent : chloroform) 

75 to obtain 2-chloro-3.8-diethoxycarbonyl-imidazo-t1^-a]pyridine (Compound No. 1 - 133) (2.2g, yield 40.3%) 
as crystals of m.p. 105 - 106* C. 

The crystals (0.9g) were dissolved in ethanol (10ml), and 10% sodium hydroxide (5ml) was added 
thereto. The mixture was allowed to react at room temperature for an hour and then adjusted to pH 4 with 
cone, hydrochloric acid. The precipitated crystals were collected by filtration, washed with water and dried 

20 to obtain 2-chloro-imidazo[1^-a]pyridine-3,8-dicarboxyIic acid (0.73g. yield 100%) as crystals of m.p. 210 - 
212* C (decomp.). Then, a mixture of the crystals (0.73g) in cone, hydrochloric acid (5ml) was refluxed for 2 
hours. The reaction solution was adjusted to pH 4 with saturated sodium hydrogen carbonate aqueous 
solution, to yield crystals of the object compound (0.5g, yield 83.9%). m.p. 237* C. 

25 

Example 17 



Synthesis of cr(imidazo[1 ^-a]pyridin-8-ylcarbonylamino)-(2-furyl)acetonitrile (Compund No. 2-1 ) 

30 

a-{2-Furyl)-craminoac8tonitrile (0.7g, 5.5m mols) was dissolved in acetonitrile (20ml), and imidazo[l.2- 
a]pyridine-8-carboxyIic acid chloride (1 .0g. 5.5m moles) was added thereto with stirring and reacted at room 
temperature for 2 hours. After completion of the reaction, the solvent was removed from the reaction 
mixture under reduced pressure. To the redid ue were added water (20ml), saturated aqueous solution of 
35 sodium bicarbonate (50ml) and chloroform (50ml), and the mixture was stirred. The organic layer was 
separated, dried over anhydrous magnesium sulfate and concentrated. The concentrate was purified by 
column chromatography on silica gel <eluent:ethyl acetate/n-hexane = 2/1) to give the object compound 
(0.1 6g, yield 11%) as crystals, m.p. 149 - 151* C. 

40 

Example 18 



Synthesis of a-(imidazot1,2-a]pyridin-5-ylcarbonylamino)-(2-furyl)acetonitrile (Compound No.2-134) 

45 

o-(2-Furyl)-a-aminoacetonitrile (0.7g, 5.5m moles) was dissolved in acetonitrile (20ml), and imidazo[1,2- 
a]pyridine-5-carboxylic acid chloride (1.0g, 5.5m moles) was added thereto and reacted at room tempera- 
ture for 2 hours. After completion of the reaction, the solvent was removed from the reaction mixture. To the 
residue were added water (20ml), saturated aqueous solution of sodium bicarbonate (50ml) and chloroform 
so (50ml), and the mixture was stirred. The organic layer was separated, dried over anhydrous magnesium 
sulfate and concentrated. The concentrate was purified by column chromatography on silica gel (eluent : 
methanol/chloroform = 1/9) to give the object compound (0.9g, yield 64%) as amorphous solid. 



55 Exmple 19 



Synthesis of a-(2-phenyl-imidazo[1,2-a]pyridin-8-ylcarbonylamino)-(2-furyl)acetonitrile (Compound No. 2 - 
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24) 

2-Phenyl-imidazo[1^-a]pyridine-8-carboxylic acid (1.5g, 5.5m moles) was added to dried 
tetrahydrofuran (100ml), and carbonyldiimidazole (1.5g, 5.5m moles) was added slowly thereto with stirring 

5 at room temperature in an atmosphere of nitrogen gas. The mixture was stirred at room temperature for 8 
hours, and o-(2-furyl)-of-aminoacetonitrile (0.7g, 5.5m moles) was added to the mixture and reacted at room 
temperature for 5 hours. The solvent was removed from the reaction mixture under reduced pressure, and 
water (20ml) and ethyl acetate (50ml) were added to the residue and stirred. The organic layer was 
separated, dried over anhydrous magnesium sulfate and then concentrated. The concentrate was purified 

to by column chromatography on silica gel (eluent : ethyl acetate/n-hexane = 1/1) to give the object compound 
(0.9g, yield 64%) as crystals, m.p. 197 - 199* C. 



Example 20 

T5 

Synthesis of a-(3-chloro-imida2o[1.2-a]pyridin-8-ylcarbonyiamino)-(2-furyI)acetonitrile [Compound No. 2 - 
10) 

20 3-Chloro-imidazo[1,2-a]pyTidine-8-carboxyiic acid (1.8g, 9.2m moles) was added to thionyl chloride 
(20ml), and the mixture was refluxed under heating and stirring for 30 minutes and then concentrated under 
reduced pressure. The resultant crude acid chloride and cr(2-furyl)-a-aminoacetonitrile (1.1g, 8.5m moles) 
were added to acetonitrile (50mi) and reacted at room temperature for 1 hour with stirring. The solvent was 
removed from the reaction mixture under reduced pressure, and water (20ml), saturated aqueous solution of 

25 sodium bicarbonate (50ml) and chloroform (50ml) were added to the residue .and stirred. The organic layer 
was separated, dried over anhydrous magnesium sulfate and then concentrated. The concentrate was 
purified by column chromatography or silica gel (eluent : ethyl acetate/n-hexane = 1/2) to give the oject 
compound (0.6g, yield 22%) as crystals, m.p. 142 - 143* C. 

30 

Example 21 



Synthesis of a-(2-phenyl-imidazo[1 ^-a]pyridin-8-ylcarbonylamino)-(3-chIorophenyl)acetonitrile (Compound 
35 No. 2 - 35) 

2-Phenyl-imidazo[1,2-a]pyridine-8-carboxylic acid (1.0g, 4.2m moles), o-(3-chlorophenyl)- 
aminoacetonitrile (0.77g, 4.6m moles) and NaHC03 (1.1g, 13.1m moles) were added to acetonitrile (10ml). 
Phosphorus oxychloride (0.7ml, 7.51m moles, dissolved in 5ml of acetonitrile) was added slowly to the 

40 mixture with stirring under ice-cooling. The mixture was reacted at room temperature for 1 0 hours, and the 
solvent was removed from the reaction mixture under reduced pressure. Water (50ml) was added to the 
residue and the mixture was adjusted to pH 7 with saturated aqueous solution of sodium bicarbonate and 
then extracted with dichloromethane/ethyl acetate (10/1) (100ml x 2). The extract was dried over anhydrous 
magnesium sulfate and concentrated. Acetonitrile (5ml) was added to the concentrate, and the precipitating 

45 crystals were collected by filtration to give the object compound (0.44g, yield 27.2%) as crystals, m.p. 210 - 
211 # C. 



Example 22 

50 

Synthesis of a-(3-dimethylaminomethyl-2-phenylimida2o[1,2-a]pyridin-8-ylcarbonylamino)-(3-fluorophenyl)- 
acetonitrile (Compound No. 2 - 79) 

55 To acetonitrile (10ml) were added 37% formaldehyde (0.3ml) and acetic acid (0.4ml), and 50% aqueous 
solution of dimethylamine (0.3ml) was added slowly thereto at 0*C with stirring. To the mixture was added 
a-(2-phenyl-imidazo[1,2-a]pyridin-8-ylcarbonylamino)-(3-fluorophenyl)acetonitrile (1.0g, 2.7m moles), and the 
mixture was reacted at 50 * C for 2 hours and further stirred at room temperature for 2.5 hours. The reaction 
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mixture was concentrated under reduced pressure, and the concentrate was neutralized with saturated 
aqueous solution of NaHC03. The solution was extracted with dichloromethane, and the extract was washed 
with water, dried over anhydrous sodium sulfate and concentrated under reduced pressure. The concentrate 
was purified by column chromatography or silica gel (eluent : chloroform) to give the object compound 
s (0.47g, yield 40.8%) as crystals, m.p. 123 -124* C. 



Example 23 

10 

Synthesis of a-(3-methylsulfiny!methyMmidazo[1,2-ato^ 
(Compound No. 2- 122) 

or(2-Methylthiomethyi-imidazo[1 ,2-a]pyridin-8-ylcarbonylamino)-(2-furyl)acetonitrile (0.33g, 1 m mole) 
js was added to chloroform (10ml), and m-chloroperbenzoic acid <0.25g, 1.1m moles) was added to the 
mixture at internal temperature of 5" C. The mixture was stirred at room temperature for 2.5 hours, and the 
reaction mixture was treated with saturated aqueous solution of NaHCOa- The chloroform layer was 
separated, washed with water, dried over anhydrous sodium sulfate and then concentrated under reduced 
pressure. The concentrate was purified by column chromatography or silica gel (eluent : ethyl acetate) to 
20 give the object compound (0.1 g, yield 30.3%) as crystals, m.p. 214 -216* C. 



Example 24 

25 

Synthesis .of a-(2-(trifluoromethyl-imidazo[1 ( 2-a]pyridin-8-ylcarbonylamino)-(3-fluorophenyl)acetamide 
(Compound No. 2-169) 

A mixture of a-(2-trifluoromethyl-imidazo[1,2-a]pyridin-8-ylcarbonylamino)-(3-fluorophenyl)acetonitrile 
30 (1-26g) and chlorosulfonic acid (0.5m!) in chloroform (13ml) was refluxed for 1.5 hours. The reaction solution 
was concentrated under reduced pressure, and water was added to the residue. The precipitated crystals 
were collected by filtration and recrystallized from ethanol to obtain the object compound (0.45g, yield 
34.1%) as crystals, m.p. 118 -120* C 

The compounds (II) obtained in a similar manner to those of Examples 1 - 16 are shown in Table 4, 
35 their melting points and NMR data are shown in Table 5. the compounds (I) obtained in a similar manner to 
those of Examples 17-24 are shown in Table 6, and their melting points and NMR data are shownn in 
Table 7, respectively. 
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•Table A ( con I i nucd ) 



Compound 


No. K 1 


R* 


R 3 R* H* 


1-28 


2-HoC B il4 


11 


11 II 11 


l -29 


2McColl4 


11 


11 11 i-:i 


1-30 


3-UcC B Ih 


11 


11 11 He 


1-31 


3-MoC B IU 


II 


11 II II 


I -32 


4 McCnlh 


II 


11 II He 


I 33 


4 MnCr.lU 


II 


II II 11 


I -34 


2.5 -McCnlls 


II 


II 11 II 


1-35 


2.4.6-McnCdU 


II 


II II II 


i - 36 


2-Mc()Cr.ll« 


11 


II II Me 


I -37 


2 MoOCr.ll, 


II 


II II II 


l -38 


3-MoOCnll. 


II 


II II Mc 


I-39 


3-HoOCr.IL 


II 


II II II 


I -4 0 


4-HeOCeIU 


11 


II II Me 


1-4I 


4-McOColU 


II 


II 11 II 


J -4 2 


3.4 (McO) 2 CnII 3 


11 


II ' II l-l 


I 43 


3.4 (Mcttf.Clls 


II 


II II II 


I-44 


2 CIC.IU 


11 


II 11 Mc 


1-45 


2-ClC G IL 


II 


II II II 


1-46 


3-ClCcIi* 


II 


II II Mc 


1-47 


3-CICJL 


II 


II 11 . II 


I-48 


4-C1CJL 


II 


II II Mc 


I -49 


4 -CI Coil* 


|| 


II II II 


I 50 


4 HrColL 


II 


II II Mc 


l-5l 


4 -lirC.IL 


11 


II II II 


1-52 


4-N() l ColU 


II 


II II Mc 


I-53 


4-«),C«ll* 


11 


11 II II 


1-54 


2-FCJI4 


II 


11 II II 



55 



36 
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I) I 


e A ( conl i nu 


ed) 






>ou rul 


No. R 1 


V 


R 3 R* 


R 5 


!-55 


2-l : .4-McCslla 


11 




II 


I -56 


2-Mc 4-MeSCrlU 

£* Jilt*, 1 OlCvV/g II 3 


II 


II 


II 

11 


I -57 


fa v *l t U 1/ i 3 v g II 2 


II 


II 


11 


1 -58 


V/ 0 11 5 


CIUNMp* 


II 11 


Mp 




V/R 11 5 


v 1 1 2 n m u ? 


II II 


II 

II 


i - 60 

I uu 


P* II r 


r i 




Mo 


1 -fi 1 


P~ II .• 


f 1 




II 


1 -62 

1 V fa 


Pr ilr 


01 G 


II 


|] 
u 




P*llr 

On 11 5 


vO 11 5 




Mo 


I 

1 V M 


r if 

vfi II 5 




II 


t| 


] -65 

J U V 




C110 


11 II 


in 


1 -66 

1 v U 


V/fi 11 5 


n \J 2 




II 
1) 


1 -67 


v 0 II 5 


CN 


Jl 11 


II 


1 Do 


r ii - 


PILP 11, PN 

V/ 11 2 V 11 2 V/ 11 




It 
11 




o o 1 1 r» 


V/ll V/IU \S 2 


11 


M 
11 


1-7(1 

1 1 u 


P.. 11 r (Ml - 


l| 
11 




|| 
11 


1-7 1 


PFn 
V/ 1 u 


II 
11 


11 II 


I* I 


1-7 9 


w 1 II 


II 
II 


II II 


11 


1 r 0 


p 1 


11 


11 II 




1 -7 A 

1 1 T 


p i 


p i 




PI 

1/ 1 


1 -7 S 




II 

11 


II 11 


I ? L 

u t 


1-76 


OMc 


il 


11 II 


|| 


1-77 


SMo 


II 


11 II 


|| 


1-78 


II 


OMe 




11 


1-79 


2 -Ihieny 1 


II 




Ivl 


1-80 


2 -Ihieny 1 


II 




II 


1-81 


C« II S 


11 


5-Mc II 


Mc 
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Table 4 ( conl i nued ) 





Compound No. R' 


R* 


V 


R 4 


V 


5 


1-82 


Calls 


II 


5-Hc 


II 


II 




1-83 


Calls 


II 


5-He 


7-Me 


El 




1-84 


Calls 


11 


5-Me 


7-He 


11 


10 


1-85 


CalUOCIU 


II 


11 


II 


He 




1 86 


:Cr.ii ! .ociu 


11 


II 


II 


11 




I 87 


CnlUSCIl, 


II 


11 


II 


El 


IS 


1 -88 


CIUSCII, 


11 


II 


II 


11 




1-89 


CIUC1 


11 


II 


II 


El 




1-90 


C1UC1 


11 


11 


II 


11 


20 


1-91 


CJLOCIU Cll 


z Nile t 


Ii 


II 


El 




1-92 


ClUOMc 


ii 


11 


11 


El 




1-93 


ClUSMc 


n 


II 


11 


He 


25 


1-94 


ClUSHe 


ii 


11 


11 


11 




1-95 


4 NO, Cll* 


NO 2 


11 


11 


El 




1 96 


4-NO,C G H< 


NO; 


II 


II 


11 


30 


1-97 


2.4-(NO,),C e ll, 


NO, 


11 


11 


II 




1-98 


2-lhi azoly I 


11 


11 


II 


11 




1-99 


4--H«.3-NO t Colln 


NO, 


11 


11 


II 


35 


1 - 1 00 


2-Hc.4-tBuCelI 3 


11 


11 


II 


i:t 




1-101 


2 -Mc.4-lBuC«IU 


II 


11 


11 


ii 




1-102 


2-Mu.5-lUuCnll3 


11 


11 


II 


El 


40 


1-103 


2-Mo.5-LBuCp.ll a 


1! 


II 


II 


n 




1-104 


2.4Mc,C e llj 


II 


11 


II 


ii 




1 -105 


3.4-McColU 


11 


11 


II 


ii 


45 


1-106 


2.3.4. 5-Mo-, C 0 U 


11 


II 


II 


El 




1-107 


2.3.4.5-M^Coll 


II 


II 


II 


11 



55 
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T able <l I coal inuciU 





Compound Ho. R 1 


R' 


R 3 


ir 






1-108 


2. S-EltCoHa 


11 


11 


ii 


El 


5 


1-109 


2. 5-l;UC c IU 


11 


11 


ii 


ii 




1 - i 1 0 


4-litColl* 


11 


11 


ii 


ii 




1-111 


4-BlColl* 


11 


11 


n 


El 


70 


\ ■ 1 1 2 


2. 5 -CI ,C Ha 


11 


11 


ii 


ii 




1-113 


2.5-(Mu0),Coll 3 


II 


11 


n 


ii 




1-1M 


2-0Hc. 5-CICgU 3 


II 


11 


ii 


n 


75 


1-115 


2-0Mc. 5-McCnlU 


11 


II 


ii 


ii 




1-116 


2-SMc,5-l-BuColl 


3 11 


11 


ii 


ii 




1-117 


2-SHo,5-HeC 0 ll3 


11 


II 


ii 


ii 


20 


1-1 18 


2-Mu,4 McSC«H a 


11 


11 


ii 


El 




1-119 


C„ll 5 


CI10 


11 


ii 


Bl 




1-120 


Colls 


C110 


II 


ii 


11 


25 


1-121 


CalU 


CN 


i| 


ii 


El 




1-122 


Cells 


CN 


11 


'ii 


II 




1-123 


COOK I 


II 


II 


n 


El 


30 


1 124 


COOK I 


NO, 


11 


ii 


11 




1-125 


II 


NO, 


II 


ii 


II 




1-126 


4-S0 3 IICall« 


11 


11 


ii 


II 


35 


1-127 


Mc 


SO, II 


11 


ii 


El 




1-128 


Mc 


SO 3 11 


11 


ii 


11 




1-129 


Mc 


SCNIIMc 


11 


ii 


El 


40 


1-130 


Mo 


S0,NHMo 


11 


ii 


11 




1-131 


Mo 


SO, CI 


II 


ii 


El 




1-132 


Oil 


COO El 


11 


ii 


El 


45 


1 -133 


CI 


COOEl ' 


II 


H 


IS I 



55 
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Table A ( continued; 
Compound No.J^__ 



I - 1 3 4 


CI COOH 


II 11 


i - 1 35 


CI 11 


II 11 


1-136 


Me Nil* 


11 H 


1-137 


Mc Cr.ll S CH = N 


II II 


1-138 


C.II.O H 


11 II 


1 139 


2-IXolh II 


11 II 


1 -MO 


4 IXolL II 


II II 


1-141 


4-l'CII, 11 


II H 


1-142 


2,4-r,C B Il, U 


II II 


1-H3 


2 f 4-F,C B n 3 11 


11 II 


1-144 


2,6 l : , Colin H 


II 11 


1-145 


2,6l : ,Cr.ll 3 II 


II H 


1-146 


Mc . NO, 


11 II 


1-147 


2-lliiazolyl H 


11' II 


1-148 


2-SMc ,5 MoC»lI 3 11 


11 II 


1 149 


2-Mc ,4 -McSC.lla II 


11 11 


1-150 


4-l'CrlU 11 


II II 


1-151 


2,4-(i-l'r),C,ll 3 11 


11 11 


1-152 


2,4-Ci-l , r)2CnlU II 


II 11 


1-153 


2- pheny l-imida7.o[l ,2-b]pyr idazine-8- 



car boxy lie acid 
1 " 1 5 * 0-chloro-2-pheuyl-imida7.o[l ,2-bJ- 
pyr idazine-Scarboxyl ic acid 
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Table' 5 

Compound No. a. p. PC) NMR (lvalue) 



i-l 


67-68 


4. 13(311. s). 6. 90(10. t. J=6. 75!lz). 
7. 70C1U. d. J=0. 9Uz). 7. 80( III. d. J= 
0. 9Hz). 8. 37(10. dd. J=6. 75llz. 1. 2I!z). 
(CDClj) 


1-2 


210 


'7. 70(10, d. J=7. 5Uz). 8. 20(111. d. J= 




(decomp. X 


1. 50z). 8. 55(10. d. J=7. 5llz). 8. 65(10, d. 






J=l. 5flz). 9. 32(10. d. J=7. 5Ilz). (DKS0d 6 ) 


1-3 


oil 


2. 45(311. s). 4. 03(30. s). 6. 82(10. t, J=6. 
75IIz). 7. 45(10. s). 7. 95(10. d. J=6. 750z) 
.8. 25(10. d. J=6. 75flz). (CDC1 3 ) 


1-4 




2. 50(30, s).7. 45(in. t,J=6. 750z). 
8. 15(10. s),8. 25(10. d.J=6. 750z). 
9. 00(10, d,J=6. 750z). (DKS0d G ) 


1-5 


132-134 


1. 32(311. t. J=7. OOz). 2. 95(211. q. J= 




(Ifflr salt) 


7. Ollz). 4. 05(30. s). 7. 60(10. d. J=7. 50z) 
. 8. 35(10. s). 8. 50(10. d. J=6. 750z). 
9. 25(10. d. J=6. 750z). (DUS0d 6 ) 


1-6 


125-127 


1. 38(30. t. J=7. 50z). 3. 00(20. q. J= 
7. 50z). 7. 62(10. t. J=6. 750z). 8. 50(10. 
d. J=6. 750z). 8. 55(111. s). 9. 45(in. d. J= 
6. 75llz). (DHS0d 6 ) 


1-8 


oil 


1. 40(611. d. J=7. 50z). 3. 00-3. 50(11 m). 
4. 00(30. s).6. 75(10. t.J=6. 75llz). 
7. 45(10. s).7. 90(10. d.J=6. 750z). 
8. 26(10. d. J=6. 750z. 1. 50z). (DKS0d 6 ) 


1-9 


135-137 


1. 30(60. d. J=7. 50z). 3. 00-3. 60(111. n). 



7. 07(111. t. J=6. 75llz).7. 85(111. s). 
7. 99(10. d. J=6. 750z). 8. 75(10. d. J= 
6. 751b). (DUSOdJ 
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Table 5 (continued) 

Compound No. m. p. CO NMR ( 5 val ue) 



1:11 


157-158 


1.48(9U.s).4. 03(311. s).7. 58(111. t. J= 




(llBr salt) 


6. 75nz).8. 33(10. s). 8. 45(111. d.J= 

6 75flz).9 12(111. t. J=6 75Uz) (DHS0d 6 ) 


1-12 


228 


1. 50(911. s). 7. 69(111. t. J--6. 3Ilz). 8. 40- 
8. 60(20. m). 9. 26(111. d. J-6. 3IIz). 
(DliS0d R ) 


1-13 


oil 


1. 45(311. t. J=6.00z). 4. 55(211. q.J= 
6. Onz). 7. 05(in. t. J=6. 75llz). 7. 70(111. 
O 8 00(111 d J=6 7511?) 8 28(111 d J = 
6. 75Uz). (CDC1 3 ) 


1-14 




7.56(10. t.J=6. 75flz).8. 20(111, s). 
r isnn d j=r 75117) a qochi d 1- 


1-15 


oil 


2. 50(30. s).4. 05(30. s).6. 95(111. t.J= 
fi 751b) 8 00(111 d J=6 75lb) 9 00(111 
d. J=6. 750z). (CDCb) 


1-17 


123-124 


2. 20(611. s). 2. 50(30. s). 3. 65(211. s). 
6 73(111 t. J=6 75flz). 7 95(111. d. J= 
6. 75Uz). 8. 42(10. d. J=6. 75Hz). (CDCh) 


1-22 


255 (sub- 


3. 20(30. s). 8.04(111. t.J=6.75IIz). 




1 LIUCU/ 


0 09(111 d J=fi 75nz") 10 04(111 d J= 

Ua IvllO/a VV/l 


1-24 


oil 


4. 05(311. s). 6. 83(10. t. J=7. 5llz). 7. 35- 
7. 60(30. m). 7. 95(111. s). 7. 98-8. 15(311. 
m).8. 30(10. d.J=7. 50z). (CDCb) 


1-26 


226 


7.40-7. 70(40. m).7. 95-8. 10(20. m). 
8. 33(10. d. J=6. 75Ilz).8. 80(111. s). 
9. 10(10. d. J=6. 751Iz). (DMS0d 6 ) 


1-27 


oil 


2. 60(30. s). 4. 05(311. s). 6. 88(111. t. J= 



6. 751Iz). 7. 25-7. 40(311. m). 7. 80(10. s). 
7. 90-8. 10(10. m). 8. 35(10. d. J=6. 7511z). 
(CDCh) 
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Table 5 (continued) 

Compound No. ra. p. (°C) NMR (<T value) 



1-28 


220 (sub- 


2. 38C3H. s). 7. 30-7. 80(511. m). 8. 50(in. J 




limed) 


=6. 750z), 8. 75(111. s). 9. 28(111. d. J= 
6. 75Dz). (DKSOde) 


1-30 




2. 48(30. s), 4. 03C3D. s). 7. 30-7. 90(511. m) 
.8. 42(in.d.*J=6. 750z),8. 87(111. s). 
9. 15(10, d.J=6.750z). (DHS0d 6 ) 


1-31 


225-227 


2. 40(30. s). 7. 10-7. 50(3n. m). 7. 70- 
7. 90(20. m), 8. 10(111. d. J-6. 75Hz). 
8. 65(10. s). 8. 90(10. d. J=6. 75Dz). 
(DHS0d 6 ) 


1-32 


122-124 


2. 35(30. s). 4. 06(311. s). 6. 80(111. d. J= 
6. 75Uz). 7. 25(20. d. J=8. 250z). 7. 85- 
8. 05(30. m). 7. 90(10. s). 8. 28(10. dd. J= 
6. 75Uz. 1. 50z). (DMSOda) 


1-33 


178-180 


2. 38(30. s). 7. 30-7. 50(30. ra). 7. 85(20. 
d. J=8. 250z). 8. 25(10. d. J=6. 750z). 
8. 70(10, s). 9.04(10. d.J=6. 75Uz).. 
(DRSOds) 


1-34 


233-235 


2. 33(30. s). 2. 48(30. s). 7. 02-7. 30(20. 
m). 7. 67(10. m), 8. 02(10. dd. J=7. 50z. 
1.5Hz). 8. 37(111. s).8. 85(10. dd. J= 
7. 50z. 1. 50z). (DKS0d 6 ) 


1-36 




4. 00(30. s). 4. 08(30. s). 7. 10-7. 40(20. 




(OBr salt) 


m). 7. 50-7. 80(20. m). 7. 93(10. dd. J= 
1. 50z. 7. 5IIz). 8. 54(10. d. J=6. 750z). 
8. 95(10. s).9. 34(10. d,J=6. 750z). 
(DKSOd B ) 


1-37 


238-240 


4. 00(30. s), 7. 00-7. 60(40. m). 8. 05(10. 



dd. J=l. 50z. 7. 50z). 8. 27(10. d. J= 
6. 75IIz),8. 75(10. s).9. 10(10. d. J= 
6. 75IIz). (DJISOde) 
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Table b (continued) 





Compound No. m. p. CO 


NMR (d value) 




L-Jo 


ITZ- — 174 


4. OOGJIl. s). 4. 17(311 s), 7. 20(111. m). 


5 




/"tin i ■ \ 

(IIBr sail) 


7. 50-7. 80(411. m). 8. 54(111 d. J Hi. 75Hz). 








8. 99(111. s). 9. 25(111. d. J=6. 75fl2). 








(DHSOde) 




1-39 


inn o i i 

zoy — zii 


3. 90(30, s). 7. 10(111. n). 7. 30-7. 75(411. 


70 






m). 8. 48(10. d. J=6. 750z). 9. 00(111. s). 








9. 25(lfl.'d. J=6. 750z). (DHS0d 6 ) 




1-40 


oil 


3. 84(311. s). 4. 05(311. s). 6. 83(111. d. J= 


75 






G. 75Uz). 7. 00(311. d. J=8. 25Ilz). 7. 80- 








8. 10(411. m). 8. 25(111. dd. J--6. 75llz. 








1. 5Ilz). (CDCh) 


20 


1-41 


171-173 


3. 78C3U. s). 7. 05(111. d. J=8. 250z). 






7. 30(311. t. J=6. 75Hz). 7. 88(211. d. J= 








6. 75Hz). 8. 60(111. s). 8. 98(111. d. .h 








G. 75llz). (DMSOds) 


25 


L-42 


224~225 


1. 43(311. 1. J=6. 6Hz). 3. 88(311. s). 






(OBr salt) 


3. 90(30. s)4. 47(2n. q. J=6. 6nz). 








7. 15(10. d. J=9. OOz). 7. 48-7. 68(20. m). 








8. 42(10. dd. J=7. 5Hz. l'. 50z). 8. 88C1U. s) 


30 






.9. 12(10. d.J=7. 5Uz). (DMS0d 6 ) 




1-43 


243—245 


3. 85(30. s). 3. 90(30. s). 7. 10(10. d. J= 








9. OOz). 7. 40-7. 78(20. m). 8. 35(10. d. J= 


35 






7. 50z). 8. 83(10. s). 9. 10(10. d. J-7. 50z) 








. (DltSOds) 




1-45 


205 (sub- 


7. 25(10. t. J=6. 3Uz). 7. 40-7. 60(30. ■). • 


40 




limed) 


8. 00-8. 30(211. ■). 8. 84(10. s). 9. 00(111. 






d.J=6.750z). (DKSOds) 




1-46 


220(sub- 


4. 05(30. s). 7. 50-7. 80(30. n). 7. 95(10. 






limcd) 


s). 8. 10(10. br). 8. 45(111. d. J=6. 750z) 


45 




(llBr sail) 


8. 96(10. s). 9. 15(10. d. J=G. 75llz). 



(DltSOdc) 
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Table 5 (continued) 



Compound No. in. p. CO NMR (<5 value) 



1-47 


225 (sub- 
limed) 


7. 40-7. 60(3D. o). 7. 95(111, ■). 8. 15(10. 
br). o. JbUli. d. J-o. louz), o. yzuu, s;. 
9.11(lld,J=6.75Bz).(DltSOd 6 ) 


1-48 


132-133 


4.05(31s).6.85(llt.J=6.7Ilz). 
7. 45(211. d. J=8. 3Ilz). 7. 90(111, s), 7. 80- 
8. 10C3IL b),8. 30(111. dd. J=6. 75nz. 
1. 50z). (CDClj) 


1-49 


220-222 


7. 50-7. 70 (3U. m). 8. 05 (2Q. d. J=8. 3Hz). 
8. 50(111. d. J=6. 75liz). 8. 85(111. s). 
9. 15(11 d.J=6. 7511z). (DilSOdo) 


1-50 


160-162 
(HBr salt) 


4. 20(3H. s). 7. 60-8. 00(511. ■). 8. 60- 
8. 80(211. m). 9. 10(111. d.J=7. 78Hz). 
(DHSOde) 


1-51 


205 (sub- 
limed) 


7. 41 (ID. t. J=6. 75nz).7. 68(211. d. J= 
8. 25Qz). 7. 94(20. d. J=8. 25nz). 8. 23(111. 
d. J-6. 75Uz). 8. 85(111. s). 9. 08 Ul d. J- 
6. 75Uz). (DiS0d G ) 


1-52. 


157-158 


4. 00C3U. s).7. 08(111. t.J=6. 75Uz). 
7. 96(11 d. J=6. 75Uz),8. 35(411. s). 

n nn/'itx \ O firkin J T _C TCfl—A 

8. 78 (1U. s). 8. 85 (ID. d. J=6. 75uz). 
(WSOde) 


1-53 


• 240 (sub- 
1 imed) 


7. 28 (1U. t. J=6. 751Iz)J. 20(111. d. J= 
6. 75IIz). 8. 30-8. 50(411. n). 8. 82(11 s). 
8. 95(111. d. J=6. 75llz). (DHS0d B ) 


1-54 


266 


7. 20(111. t. J=6. 75llz). 7. 25-7. 55(311. m). 
8. 10(111. d. J-6. 75tlz). 8. 18-8. 40(111. n). 
8. 54 (111. d. J=4. 5Ilz). 8. 95(1H. d. J= 
6. 75Uz). (DKSOde) 


1-56 


199-201 


2. 48(61 m). 7. 15-7. 70(411. ■). 8. 32C1IL 
d. J=6. 75Uz). 8. 55(11 s). 9. 04(11 d, J= 
6. 75IIz). (DMSOde) 


1-60 


97-98 


4. 18(31 s). 6. 99(111. t. J=6. 9Ilz). 7. 25- 
7. 63(31 m). 7. 93-8. 38(41 ■). (CDC1 3 ) 


1-61 


194-196 


7. 26(11 1. J=7. 25Uz). 7. 92-8. 25(31 ■). 
8. 64(11 dd. J=l. 5Ilz. 7. 2Ilz). (DKS0d 6 ) 
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Tabic 5 (continued) 



Compound No. m. p. CO NMR U value) 



1 -fil 
1 00 


lea 101 


A nRHH O fi 80C3U t J=6 3IIz). 7 21- 
7. 35C3n. m). 7. 35-7. 62(411. n). 7. 65- 
7. 82C3U. id). 7. 98C1H. d. J=6. 3Hz). 
R 08(111 d J=G 3IIz) (CDClO 


1-71 


oil 


i. 43(311. t. J=6. OUz). 4. 48(211. q.J= 
6.0IIz). 7. 0OC1H. t.J=6.30z). 8. 01(111. 
dd.J=7. 5!lz. 0. 8Ilz). 8. 42(111. dd.J = 
i. OUZ. u. OUZ/. o. uu o. iuviu. o/. vv-i/v^ijy 


1-72 


203-205 


7. 20(111. t. J=6. OUz). 8. 55(111, dd. J= 

9. OUz. 1. 51Iz).8. 60-8. 67(11 n). 

8. 83(111. dd. J=9. OUz. 1. 51b). (DHSOdJ 


1 70 


00 01 


7. 21-7. 35(311. n). 7. 35-7. 62(411. m). 
7. 65-7. 82(3U. m). 8. 08(111. d. J=6. 3llz). 
(DilSOde) 


1-81 


250(sub- 
limed) 
(HBr salt) 


2. 50(311. s). 4. 05(311. s). 7. 48-7. 70(311. 
m).7. 88-8.08(211. m).8. 40(111. d. J 
=1. Onz). 8. 80(111. s). 9. 02(111. d.J= 
l.Oflz). (DMS0d G ) 


1-82 


250-252 


2. 40(311. s). 7. 39-7. 65(311. ■). 7. 95- 
8. 10(211. in). 8. 09(111. d.J=l. 5Hz). 
8. 50(111. s).8. 78(111. d.J=l. 5llz). 
(DHS0d 6 ) 



1-83 157-158 1. 50(311. t. J=6. 3Ilz). 2. 41(311. s). 



2. 55(311. s).4. 58(211. q.J=6. 3Uz). 

6.42(111. s).7. 20-7. 50(411. m). 

7. 65(111. s).7. 85-8. 10(211. m). (CDCLs) 
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Table 5 (continued) 

Compound No. m.p. CO NMR (lvalue) 



1-84 


121-122 


2.68(3H.s).2.71(3H.s),7.05(lH,s). 
7 dfl-7 70(4H m) 8 60(111 s).(DHS0d B ) 


1-85 




2 - 1 8C3II . s) . 3 - 94C2II . s) , 4 - 02C3I1 . s) . 
6.81(lH,l.J=6.6Ilz),7. 68(1H. s), 

dd,J=6.6Hz,1.5llz).(DMSOd 6 ) 


1-86 


250(sub- 
1 iined) 


5.38(2H.s),6- 88-7. 20(3II,m). 7.21-7.5 
5(311, n0,8.27(lH.d,J=7.5Hz). 8.42(111. 
s).9.05(lH.d.J=7.5lIz).(DMSOd 6 ) 


1 -88 


ZobCsub- 
1 i med) 


A AQfOU 7 CIRffin tn\ r i7Mn 

^.lowUs,*, f . ID / .DDkoiiiinj.o* loiiiif 

s).8.10(in,d t J=6.6Hz),8.89(lH,dJ= 

6.6Hz)-(DMSOd 6 ) 


i-oy 


loo — loy 


,7.72(lIl,s).7.93(lH.dd,J=7.5Hz, 
1 , 5Hz) .8 . 28(1 II . dd . J=7 - 5Hz . 1 - 5IIz) . 
(CDClO 


1-90 


250 

(decomp.) 


4.86(2II.s).6.87(lII.t.J=7.5Hz). 
7.72(1H, s),7.93(in.dd, J=7.5Hz. 1 .5IIz) 
,8.28(lH,dd. J=7.5llz, 1 -5IIz) . (CDC1 ,) 


1-94 


oil 


2.18(3H.s).3.94(2H.s).4-02(3II.s). 



6. 81(111. i,J=6.6Hz). 7. 68(111, s), 
7.93(lH,dd.J=6.6Hz. 1 .5IIz), 8-28(111. 
dd,J=6.6IIz,1.5Hz).(CDCl s ) 
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Table b (.continued.) 

Compound No. m .p.("C) NMR (Rvalue) 

Vyij " BoreThan' 7.60(III.l.J=7.8Hz). 8.04 8 . 52(5if. m) . 

300 9 .56 9-72(llI.ni). (DMSO d,.) 

] L 98 2UKsub- 7.22(IH.i.J=6.75flz). 7'.83(lfi'.d. J ; 

limed) 3.01b.), 8.00(III.d,J=3.0ll7.). 8.05CMI. 
d.J=6.75Hz).8.67(lll.s). 8.92(III.d.J 
=6.75Hz).(DMS0d 6 ) 



I 100 oil 

75 

"\~\o\ \\n~m 

20 



l.32(9Il.s).l.45(3Il.t.J=7.()!l7.). 
2.60(3M.s).4.52(2H.q.J=7.0ll7.), 
B.75(lll.t.J=6.751l7.).7.20 7.40(2ll.m). 
7. 70-8.00(311. m). 8. 33(lH.d.J=6.75ll7.). 

(CDCU) 

H 30(911. s) . 2.56(311 . s) .' 7 '. 2U( I IU . J " 
=6- 75117.). 7. 36(211. m). 7. 82(1 II. d. J= 
9-OIlz). 8.40(]H.s). 8-94(lH.d.J= 
6. 75Hz) . (DMSOdc) _ _ 

I " 35(911 . s) . 1 - 50(311 . i~j=7 Mz) 
2- 51(311. s). 4. 51(211. q.J=7.0»z). 
6.78(111.1. J=6.75Hz),7. 05-7. 40(211. m). 
7.76(lH.s). 7.90(]Il.d,J=6.751lz)-. 
8.05(lII.n.). 8.32(111. d.J-6. 75Hz). 
(CDC1 3 ) 



"1103"" 194-195 "1. 32(911, s). 2.45(3H,s). 77[5(IIUJ~ 

=fi.75liz), 7.30(211. ro). 7.85(|ll.m). 
8-08(111, d.J-6.75Hz). 8. 45(111. s). 

35 8.90(lH.d.J=6.7 5lI z).(DMSO d 6 ) 

T-]04~ " 240-241 2.37(3II.s). 2.45(3il.s). 7. 17(111. d. J 

=7-5lIz). 7.23C1H.S). 7.60(ill.d.J = 
6.6Hz), 7.45(111. i,J=fi.6lIz). 
ao 8'.28(lIl.dd.J=6-6.1.5llz). 8. 52(111. s). 

9.05(lII.dd.J=fi.6. 1.5Ilz).(i)M50dr.) 
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Table 5 (continued) 

Comp ound No. m .p.("C) NMR ( lvalu e) 

I I OS " 2^9—250 2.30(3II.s).2.3^CU^T!{KUr.d"7j= 

6.6Hz).7.42(IH.d.J=7.5Ilz),7.72 
(lH.dd.J=7.5Hz.l.5Ilz).7.77(lll,d.J= 
l.5ll0.8.28CUI.dd. J-6.6. l.5Ilz), 
8.70(l[l,s).9.03(lII.dd.J=6.6.|.5Hz). 

(DMSOdc) 

1 105 211-212 ' 1. 45(311. i. J=7. 0Hz).2.20-2.45(l2H. "' 
(lIBr salt) br).4.55(2ll.q.J=7.0llz).7.|9(lll.s). 

7.63(JII.dJ=6.75llz).8-52(lll,d.J= 
6 . 75IIz) .8. 52(111. d,J=6- 75Hz) . 8 . 59 
(lIl.s).9.33(in.d,J=6.75nz). 
(DMSOdc) 



I 107 265-266 2-20-2.45(12lI.m). 7. 15(111. s). 7-67 

(IIi.d.J=6.75llz). 8. 45 -8- 60(211. m), 
9. 29(111, d,J=6.75I)z). (DMSOclJ 

J 110 212-213 1. 28(311. i.J=7.0IIz). 1 .48(311.1, J= 

(HBrsall) 7.0Hz). 2. 74(211, q. J=7.0IIz). 4-57(211. 
q.J=7.0IIz), 7.43(2I1.d,J=7.5llz). 
7.64(111. t.J=6.75ilz),7.95(2Il,d.J= 
7.51k). 8-53(llI.d.J=6.75llz).8.88 
(lll.s). 9.25(lII.d.J=6.7511z). 
(DMSOdc) 



111 214-215 J.25(3II.t.J=7.0Ilz). 2.75(2II.q,J= 

7.0llz). 7. 25- 7. 60(311, in), 7.9l(21I.d. 
J=7 . 5llz) . 8 . 33( 1 II. d . J=6 . 75llz) . 8 . 79 
(IH.s). 9.10(lI!.d,J=6.75llz). 
(DMS0d«) 
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Table 5 (continued) 

C ompound No. m. p. CO NMR [5 value) 

1-112 260(sub- 2. 35(311. s). 3. 98(311. s). 7.15(111.1. 

limed) J-7. 5Ilz). 7. 30(111. dd. J =8. 0. 1. GHz). 
7. 45(111, d.J=7.5Hz). 7. 87(111. d.J= 
1.5Hz). 8. 25(111. d.J=7.5Hz). 8.73 
(lll.s). 9. 05(111. d.J=7.5llz). 

(DMSUdc) 

"1-113 225(sub- 2.37(3H,s). 2. 45(311. s). 7. 17(111. d. 

limed) J=7.5Hz). 7.23(in.s). 7.60(lU.d.J 
=6. 6Hz). 7. 45(111. t.J=6. GHz). 8.28 
(111. dd. J =6.6. 1. 5flz). 8. 52 (in. s). 

9. 05(111, dd. J=6. 6. 1. 511z). (DHS0d 6 ) 

1-114 283-285 4. 00(311. s). 7. 33(111. t. J~6. GHz). 

7. 49UU. d. J-6. 311z). 7. 69(111. dd. J= 
6.3. 2.5nz). 8. 12(111. d.J=2.5llz). 
8.40(lfl.d. J=6.3nz).8.89(lU.s). 

9. 16C1A. d. J=6. 3Dz). (DMS0d 6 ) 

1-115 235-237 2. 35(311. s). 3. 98(311. s). 7. 15C1U, t. 

>7.5Hz). 7. 30(111. dd.J=8.0. l.5llz). 
7. 45(111. d. J=7.5Hz). 7. 87(111. d. J = 
1. 51k). 8. 25(111. d. J=7. GHz). 8. 73(111. 

s).9. 05(lU.d.J=7.511z). (DMS0d 8 ) 

1-118 164-167 1.45(30. 1. J=7.0Hz). 2. 44(311. s). 
CDBr salt) 2. 53(311. s). 4. 55(211. q. J=7. OUz), 
7. 15-7. 40(211. m). 7. 50-7. 75(211. m). 
8.47(in.d.J=6.75Uz). 8.64(in.s). 
9.22(lH.d. J=6.75Uz). (IWSOdJ 
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Table 5 (continued) 

Compound No. m.p.(°C) NMR (.6 value) 



I )l<] 139 l.48(3IU.J=6.9Ib). 4.53(2H.q.JH).9Ib). 

7.20(l!I.L,J=7.2Ii7.), 7.50-7.65(3lI.m). 

7.82 8.03(2Il.ni). 8.27(lll.dd, J=l .35. 7.2 

Ik). 9.90(lll,dd.J-l.35. 7.2Hz). I0.I5 

(lll.s). (GDCU) 

"H2Q " 2M-2I6 7.35 7. 70(411, n). 7. 88-8. 09(211. in).' 8.32(1 

Il.dd.J-1.35, 6.61b.). 9.80(IH,dd.J«|.35. 

6.6Hz). 10.12(lll.s). (DMSOd t) 

T'\2\" 87-89 1 .49(311. i. J =7.5117.), 4.52(2II.q .V-7.5lb)r 

6.99(111. t. J =7. 35llz) . 7. 36-7.69(311. «0. 

8.01(111. dd.H. 35. 7.351b.). 8.17-8.49(3 

H.ra). (CDCls) 



•122 200-201 7.28(111. i.J =6. 91b.). 7. 40- 7. 70(311. m). • 

8.00 -8.23(3[I.iiO. 8.68(lH.ddJ=1.35. .6.9 
Hz). (DMSOdJ 



-123 97 1 .43(3II.t. J -3.91b). 1.45(311.1. J =3. 91b.) . 

4.03-4. 68(4II.«i). 6-99(111. i,J=6.9Ib). 7. 
94-8. 12(111. m). 8-30(111. s). 8.40(III.d. J= 

6. 91b.). (CDCh) 

139-140 1 .39(611, i. J =7. 81b). 4. 45(211, n. J-7.8Ib). 

4 . 4 8(211 . q . J =7 . 81b.) , 7 . 63( I II . I . J =7 . 651b.) . 
8.37(HI.dd.J=1.35. 7.651b). 9.52(lH.dd. 

J-1.35. 7.651b). (DMSOdJ 

l~ T25 >~300 7.67(111. t.J=7.5lb). 8.30(III.dd. J=l .35. 

7.51b). 8. 80(111. s). 9.55(lII.dd.J=1.35. 
7.51b). (DMSOdr.) 
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T a b 1 e .5 (continued) 

Compound No. m. p. CO ■ NMR (<? value) 

1-127 247-250 1. 40(311. t. J=7.5Dz). 2. 71 (311. s). 2.90- 
(decorap. ) 4. 24(111. br). 4. 51(20. q. J-7. 5 n Z ). 7. 72 
(111. U=7.8Hz). 8. 57(111. dd. M. 35. 7.8 
llz). 9. 30(111. dd. J=l. 35. 7. 8llz). 

(DKSOde) 

1-128 > 300 2. 71(311. s). 7. 70(111. t. J=7. 5llz). 8.52 

(in. dd. J=l. 35. 7.5Bz). 9. 30(lD.dd. J= 

1.35. 7.5117.). (DMSOdc) 

184-185 1. 42(311. I. J =7. 5Uz). 2. 65(311. s). 2.77(311. 

s). 4. 47(211. q. J*7. 5Uz). 5. 25(111. br). 7. 03 
(111. t. M. 5nz). 8. 11(111. dd. J=l. 35. 7. 5Hz) 

. 8. 87(111. dd. J=l. 35. 7, 5Ilz). (CDCh) 

1-130 235-236 2. 49(311. d. J =5. 4Hz). 2. 70(311. s). 5.40- 

6. 91(111. br). 7. 60(111. t. J=6. 6llz). 8. 34- 

8. 74(211. m), 9.02-9.20(111.111). (DHSOd B ) 

1-131 182-183 1. 47(311. 1. J =7. 5Ilz). 2. 85(311. s). 4.53(211. 

q.J=7.511z). 7. 30(111. t, J=7. lllz). 8.28(10. 
dd.J=1.5. 7. 10z). 8. 98C1U. dd. J=l. 5. 7.1 
Hz). (CDCh) 
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Table 5 (continued) 

Compound No. m. p. (°C) NMR (5 value) 



' 1-132 


VIlUl Ha. 1 1 J 


1 70-1 4QfGIT m) 4 12-4 60(411 m) 7 20- 








7. 42(111. in). 8. ll(lH.dd.J-1.35. 7.80z). 








9. 67C1D. dd. M. 35, 7.2liz). (DllS0d B ) 


1- 


-133 


1U0 — lUo 


7. 15(111. t. J=7. 5az). 8. 17 (in. dd. J=l. 35. 
7.5Hz). 9. 57C1D. dd. J=l. 35. 7.5Hz). 


i- 


-134 


210-212 
(decomp. ) 


5. 40-8. 00(211. br). 7. 38(111 1. J=6. 6llz), 
8. 18(111. dd. J=l. 35. 6. 6Ilz). 9. 55(111, dd. 
J-l. 35, 6.6Hz). (DHS0d 6 ) 


1- 


135 


Z0 1 


7.5Uz). 7. 65-8. 29 (lU.br). 8. 35(111. s). 
8. 88(111. dd. J=L 35. 7.5Hz). (DHS0d 6 ) 


1- 


-136 


amorphous* 


1 AOflll t T-7 9fl-7l 9 A1(W\ el 9 Q1 C9II 
1. 4Zlull. it J-l. 6uZ). L. 10 wilt SJt L. 9K611, 

br). 4. 47(211. q. J=7. 2Uz). 6. 81(10. t. J=7. 5 . 

ti \ n no 1 1 ii i j t 1 or *7 Cft \ O OA f\\\ 

Hz). 7. 82(10. dd, J=l. 35. 7. 5IIz), 8. 20 (III. 
dd. M. 35. 7. 50z). (CDC1 3 ) 


1- 


-137 


231-233 


2.70(30.8). 7. 20C3H. t.J=6.9Ilz). 7.47- 
7.68(30. ra). 7. 93-8. 21(30. b). 8.76-8.95 
(211. ni). (DttS0d 6 ) 


1- 


-139 


270(decotnp. ) 
(HBr sail) 


I. 42(30. t. J=7. ODz). 4. 54(20. q. J=7. OOz). 
7. 30-7. 70(40. m). 8. 00-8. 25 (in. in). 8.39 



(10. d. J=6. 750z). 8. 77(10. d. J=4. 5Ilz). 
9. 20(10. d, J=6. 750z). (DMS0d 6 ) 
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10 



15 



SO 



25 



30 



35 



Table 5 (continued) 

binpounil No. m.p.("C) NMR ( <S valuo) 



M40~ I77-178 l.42ail.U=7.0llz). 4.55(2IU. J=7.0ll7.). 

CHBr salt) 7.40(2IU.J=9.0Hz). 7.62(IH.i. J=r>.75!lz). 

8.03(2ll,dd..l=9.0. fi.OIIz). 8.48(lll.<I.J= 
G.75II7.), 8.88(IH.s).9.20(l!l.cl.J=fi.7Sll7.). 

CHMSOcIr.) 

\"\'\\ 220 7 ^^7. 5(7(3hT^O .~"8 T)5C2!t . dcKJ =9 - ('). 

(sub l i ned ) 6 . OhV.) . 8 . 28( I II . d . J =G . 75! \z ) . 8 - 73( I II . s ) . 
9.0G(lIl.d.J=6.75IIz). (DMSOdJ 



H42 97-99 l.50GH.L.J=7.0Il7.). 4.G5(2II.ci.J=7.0llz). 

6-80 7.20(3ll.m). 7.90(IIl.d.J-fi.75llz). 

8.0R(]II.d.J=4.0ll7.). 8.34(IH.d.J-fi.75l!z). 

8.45 8.65( in.m)(CDCl a ) 

~H 43 240 7 .00 7. 40(211. m). 7.65-8- 10(211. m). 8.5G 

(sublimed) (lll.s). 8.85(111. d.J=G.75Il7.). 9. 01(111. d. 

J-6.75Ilz). (CFjCOOD) ' 



~H44 206-208 1 .41(311. U=7.0li7.). 4-55(2H.q. J=7.01lz). 

CHBr salt) 7.20 7. 00(411. in). 8.55(111. d.J-H. 75Hz). 8- 
_ 88( 111. s). 8.32(IH.d. J=6. 75Hz). (D MSOdt) 
H45 2^282 7"i5-7.80(3II.m). 8. 12(111. d. J=6.75lb.). 

8-55(lH.d.J=1.51lz). 8.99(in.dJ=G.75Il7.). 
(DMSOcU) 



40 



45 



SO 
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Table 5 (continued) 

Compound No. m.p.("C) - NMR U value) 



MB I43-M4 |.45(3!UJ=7.0ll7.). 2-78(311. s), 4-42(211, 
qj=7.011z). 7.50(lH.d,J=6.7». 8.25(111. 
• d.J-6.75117.). 9.55(lH,d.J=6.75Il7.). 
(DMS0d 6 ) 



1147 143-146 1. 38(311. l.J=7.01Iz). 4. 42(211, q.J=7.0Il7,) t 
CIIBr sail) 7.30(lll.m), 8.88(21l,ni).8.30(III.ni). 8.70 
(211. in). (DMS0d 6 ) 



1-151 oil 



1 . 30(1211, d.J=6-0IIz), 1 . 45(311 . i . J =7 . OIIz) . 
2 - 95( I II . ... . J =fi . Oil?.) . 3 - 48( I H , m . J =6 . 01b.) . 
4. 45(211. q.J=7.0IIz). 6-75-7.75(511,110. 
7.95(lH.d.J=6.75ll7.). 8.35(IH.dJ=6. 75Hz). 

(CDCU) 

Tm 99-101 U5-1. 40(1211. m). 2.80-3. 40(211. m). 7.10- 

7.60(4H.ni). 8.35(lH.d. J=jB.75Hz). 8.48(111. 
s). 9.09(lH.d,J=6-75Il7.)..(DMSOd 8 ) 




> 4 COR 
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10 



15 



20 



25 



30 



35 



40 



T a b 1 i 
Compound 
2-1 
2-2 
2 3 
2 \ 
2 5 
2-6 
2 7 
2-8 
2-9 
2 10 
2-11 
2-12 
2-13 
2 M 
2-15 
2-16 
2-17 
2-18 
2-19 
2-20 
2 21 
2-22 
2-23 
2-24 
2-95 



No. 



6 

J.'_ 
II 

Me 

Mo 

Mc 

El 

nPr 

iPr 

nBu 

I Hit 

II 

M<> 
.Me 
Mc 
Mo 
Mo 
Me 
Me 
Me 
Me 
Me 
Mc 
Mo 
Mc 
C1U 
C«ll 5 

Calls 



V 



II 
II 
11 
II 
II 
II 

i 

II 
li 
II 

CI 
CI 
Me 
CHO 
NO, 
ClUNMe, 
CF,CIIF 2 
ClUNMe* 
CH 2 NMe, 
CIMMes-HCr* 
CIUK P 
CII,S-iPr 
CIUCIUCN 
CII = CMe 2 
II 
II 
II 



jr. 

ii 

ii 

ii 

ii 

ii 

ii 



ii 
ii 
ii 



ii 
ii 
ii 
ii 
ii 

I! 
II 
II 
II 



__ ir 

A I 
A l 
A-2 
k-\ 
A 1 
A- 1 
A 1 
A-l 
A 1 
A 1 
A-l 
A-l 
A-l 
A I 
A 1 
A-l 
A 2 
A-4 
A-4 
A 1 
A-l 
A -4 
A-4 
A-l 
A-2 
A-3 
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Table 6 

Compound No._J^ B' ^ «L 

2-27 ColU H " « A ' 4 

2-28 Cells II H H A " 5 

2-29 CelU II H » A-6 

2-30 Cell, H H II A-7 

2-31 Colls II n H A-8 

2-32 Colls 11 « 11 A-9 

2-33 ColU II » 11 A-10 

2-34 Cells H H « A ~ n 

2-35 Coll, H II » A ' 12 

2-36 C„ll 5 II " 11 A-13 

2-37 Colls 11 11 11 A_H 

2-38 Colls " » 11 A ' 15 

2-39 Cells H B 11 ^ 

2-40 Colls II ' 11 11 A " 17 ' 

2-41 Colls II '« 11 A " 18 

2-42 Colls 11 » 11 A " 19 

2-43 Colls H « 11 A " 20 

2-44 Colls II B H A-21 

2-45 Cells II " 11 A " 22 

2-46 C.1U »- B II A-23 

' 2 -47 Colls H B H A-24 

2-48 Colls II B H A-25 

2-49 Colls II B II A-26 

2-50 ClU B B II A-27 

2-51 Colls II » B A-28 

2-52 ColU II II B A-29 
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Table G 



Compound No. 


R' 


R* 




R 3 


R* 


R" 


2-53 


Cells 


II 




II 


II 


A-30 


2-54 


2-MeColL 


ll 




II 


ll 


A-l 


2-55 


2-HeColU 


II 




ll 


ll 


A-2 


2-56 


2-MeC 6 lL 


II 




ll 


II 


A-4 


2-57 


3-MeCeIL 


II 




ll 


II 


A-l 


2-58 


4-MeColL 


ll 




ll 


ll 


A-l 


2-59 


2, 5-UctColU 


ll 




ll 


II 


A-l 


2-60 


2. 5-MetCelU 


II 




ll 


II 


A-2 


2-61 


2. 5-Me,CeH a 


II 




II 


II 


A-4 


2-62 


2.4.6-Me 3 C 0 lli 


II 




ll 


II 


A-l 


2-63 


2-MeOColl* 


ll 




II 


II 


A-l 


2-64 


3-MoOColU 


II 




II 


ll 


A-l 


2-65 


4-MeOCell* 


II 




ll 


ll 


A-l 


2-66 


3.4-(lleO)iC«Ha 


ll 




. II 


ll 


A-l 


2-67 


3.4-(MeO) t C B ll 3 


ll 




• ll 


ll 


A-4 


2-68 


2-C1 CelU 


ll 




II 


II 


A-l 


2-69 


3-ClCnlU 


ll 




II 


II 


A-l 


2-70. 


4-ClCelL 


ll 




ll 


II 


A-l 


2-71 


4-BrColl* 


ll 




ll 


II 


A-l 


2-72 


4-N0 2 C o lU 


ll 




ll 


ll 


A-l 


2-73 


2-FCbIU 


ll 




II 


ll 


A-l 


2-74 


2-F.4-MoC.il. 


ll 




ll 


II 


A-l 


2-75 


2-Me.4-MeSC 0 ll 3 


II 




ll 


II 


A-4 


2-76 


2.4.6-ClaC.Ui 


ll 




II 


II 


A-l 


2-77 


Colls 


CHi 


NMe 2 


ll 


II 


A-l 


2-78 


Colls 


CIU 


NMe, 


II 


II 


A-2 
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Table 6 



Compound No. 


R 1 


R* 


R 3 


' R 4 


R n 


2-79 


Colls 


ClUNMe, 


11 


11 


A-4 


2-80 


Calls 


CIliMHe.-HO* 


11 


11 


A-4 


2-81 


ColU 


CI 


II 


II 


A-l 


2-82 


Cells 


Me 


11 


11 


A-4 


2-83 


ColU 


Collo 


11 


II 


A-4 


2-84 


Cello 


CFjCIIF, 


II 


II 


A-l 


2-85 


Collo 


CI10 


II 


II 


A-l - 


2-86 


Colls 


NO s 


11 


II 


A-l 


2-87 


Collo 


CN 


11 


11 


A-l 


2-88 


Colls 


CIltClltCH 


11 


II 


A-l 


2-89 


Collo 


CII=CMe s 


11 


II 


A-l 


2-90 


Colls 


ClKOlOCClo 


11 


II 


A-l 


2-91 


CoIlsCIU 


11 


II 


11 


A-l 


2-92 


CF 3 


11 


'11 


11 


A-l 


2-93 


CI 


11 


'II 


11 


A-i 


2-94 


CI . 


CI 


11 


II 


A-l 


2-95 


C110 


11 


11 


11 


A-2 


2-96 


CN 


II 


II 


II 


A-2 


2-97 


Cll = CMe* 


11 


11 


11 


A-2 


2-98 


ClhNOEt 


11 


II 


11 


A-2 


2-99 


OMe 


II 


11 


11 


A-l 


2-100 


• OMe 


11 


11 


11 


A-2 


2-101 


OMe 


. 11 


11 


II 


A-4 


2-102 


SMc 


II 


11 


II 


A-l 


2-103 


11 


OMe 


II 


11 


A-l 


2-104 


2-lhieny 1 


II 


(1 


II 


A-l 


2-105 


2-f ury 1 


It 


11 


II 


A-l 
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Table 6 





Compound No. 


H' R* 




R 3 


R 4 


It" 




2-106 


2-pyridyl 11 




11 


11 


A-l 


5 


2-107 


C«H S H 


5- 


-Mc 


11 


A-l 




2-108 


Coll, H 


5- 


He 


11 


A-2 




2-109 


CnlU H 


5 


-Mo 


11 


A-4 


70 


2-110 


Mo H 


5- 


-Me 


11 


A-4 




2-111 


Mc CU,NMe s 


5 


-Me 


11 


A-2 




2-112 


CoIU H 


5 


-Me 


7-Mc 


A-l 


T5 


2-113 


Collr. H 


5 


-CF, 


7-CFn 


A-l 




2-114 


CollcOCIh H 




11 


11 


A-4 




2-115 


C. 11. SCIIi H 






11 


A-4 


20 


2-116 


CalUSOCIU 11 






11 


A-4 




2-117 


CcIUSOjClli 11 




I 


II 


A-4 




2-118 


CoIUOClU ClUNMej 






1! 


A-4 


25 


2-119 


MoOCtlt H 
HeOClU C1UHJ 






II 


A-l 




2-120 






II 


A-'l 


30 


2-121 
2-122 
2-123 


McSClU 11 

It 

MeSCH 2 11 

MeSCII* ClUNMe* 




« 
II 


11 
11 
11 


A-l 
A-l 
A-l 


35 


2-124 
2-125 
2-126 


HeS0 2 ClU H 
/ — \ 

JJJCIU 11 

CEio) a rco)cii» n 




H 


11 
II 
11 


A-4 
A-4 
A-4 




2-127 


HciNCSSClh 11 






11 


A-l 


40 


2-128 


C1CIU ii 






11 


A-l 




2-129 


CP 3 ClUNHCO 






II 


A-4 




2-130 


11 C 0 lloCO 






II 


A-2 


45 


2-131 


11 ColUCCOll) 






" 11 


A-2 



50 
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Table 6 

Compound No. IT B' R 3 R* R 



2-132 


11 


CoIUClU 


11 II 


A-2 


2-133 


11 


Et 


11 II 


A-2 * 


2-134 


Colls 


II 


11 II 


A-4 


2-135 


2-MeColU 


CIIO 


II 11 


A-l 


2-136 


2-FColU 


II 


11 11 


A-4 


2-137 


2-FC1L 


II 


I! 11 


A-2 


2-138 


3.4-Mc0 2 C e !l 


11 


11 II 




2-139 


2.5-Mc*C 8 II 3 


11 


6-Me 11 


A-l 


2-140 


4-FCdU 


11 


11 II 


A-2 


2-141 


2.4-F 2 CoIlo 


11 


II 11 


// 


2-142 


2.6-FiColls 


II 


II 11 


ft 


2-143 


Cells 


CIUSOaH 


11 II 


// 


2-144 


4-Me 2 NCdU 


II 


11 II 


// 


2-145 


4-NOtC B ll4 


HO 2 


. 11 II 


// 


2-146 


ColU 


CI10 


' II II 


// 


2-147 


Colls 


F 


II II 


// 


2-148 


Colls 


CII = NColIs 


II II 


// 


2-149 


4-Me.3-N0 2 C a 


II 3 NO, 


11 II 


// 


2-150 


Mc 


II 


II 11 


A-l 1 


9- 1 S 1 

o 1 u 1 


El 


H 


11 1 




2-152 


2-MeC e lU 


11 


II I 


// 


2-153 


4-FColl* 


II 


11 1 




2-154 


Me 


NO.' 


II 1 


1 A-2 


2-155 


4-CoIls-Clis 


11 


11 1 


[ /7 


2-156 


Clls 


11 


11 1 




2-157 


Colls 


CN 


11 1 


1 /7 
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b 1 c 


6 










kjiiiuI No 


. If 






R 


R 


2-158 


II 


NO? 


11 


11 




2-159 4-Mc.3-N0 l C o ll 3 


11 


11 


11 


rf 


2-160 2.4-(N(),) l C 0 II, 


HO, 


11 


11 


// 


2-161 


4-SOallUIU 


11 


a 


n 


// 


2-162 2 


..5-CliClU 


(l 


11 


1! 


/* 


2 163 2,5-(MeO) 2 C 6 H 3 


11 


ii 


II 


// 


2- 164 


Mc 


S0 3 1I 


a 


Ii 


// 


2- 165 


Mc 


SU.NllMe 




11 




2-166 


CciU 


II 


a 


II 


// 


2-167 


Cl 


11 


a 


11 


// 


2-168 


4-NOjCnlL 


11 


11 


11 


// 


2-169 


Mc 


NQ 2 


11 


11 


■ t unit / f tPi Nr*/tLtfl 

HNCIKUhOCUNII? 


2-170 


Ho 


NOi 


11 


II 


A- 1 1 


2-171 


2-lliiazolyl 


II 


11 


'11 


A-2 


2-272 




1! 


11 


11 


IINCII C3 -FCa IU ) CWNll 


2' 173 


3-llOCnlU 


II 


11 


11 


A-2 


2171 


2-I10UU 


11 


ii 


11 


✓/ 


2-175 


2-Hc()CclU 


11 


11 


II 


// 


2176 


3-MeOC„lh 


11 


11 


11 


// 


2-177 


4-Mo()Cg1U 


11 


ii 


11 


// 


2-178 


2-C1CIL 


11 


11 


11 


ft 


2-179 


3-ClCnlU 


11 


11 


II 


tt 


2-180 


4-ClCnlU 


II 


11 


11 


// 


2-181 


2.4- MosCclU 


11 




11 


// 


2-182 


3.4-MciCoIla 


II 


11 


11 


// 


2-183 2-Mc.4-McSC 0 lts 


, II 


11 


II 


// 
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Table 6 
Compound No. R 1 




R 3 


R* 


R 1 


2-184 2-Me.4-lBuC.IU 


II 

II 


H 

11 


H 


/j 


2-185 2-Me.5-lBuC 0 lU 


11 
11 


11 


H 


// 


2-186 2-C1.5-MeC 0 IU 


11 


11 


ii 


// 


2-187 

id X VJ 1 


3-MgCdIL 


II 


u 


11 


✓/ 


2-188 


4-McColU 


11 


11 

II 


II 


// 


2-189 


He 


N-CHCnlU 


11 


H 


// 


2-190 


OCollc 


1! 
ii 


11 


]{ 


// 


2-191 


SCelU 


[I 


11 


11 


// 


2-192 


OMe 


11 
it 


11 


H 


// 


9-193 

L ISO 


CnlU 


H 


5-OH 


6-C1 


// 


9-1 Q4 


ft — nnnhl liv 1 


H 


|[ 


11 


y/ 


9-tQ c i 
L I ») J 


Mo 


Mil, 
nit 2 


H 


II 


// 


9-1 QR 


9^4 S-Me.tCnll 


H 
U 


H 


I* 


// 


9-197 




11 
11 


u 
it 


1 11 


// 


9-1 051 




11 
11 


it 


* 11 
it 


// 


9 -1 QQ 




It 
11 


u 

11 


11 


// 


2-200 


i pip it 

4 -III Coll 4 


I! 
11 


11 

11 


11 


// 


2-201. 


4-BrColU 


1) 


11 

11 


U 


// 


2-202 


2,5-EUCelU 


H 
ii 


[{ 


II 


/J 


2-203 


2-Me.5-ClCe1U 


it 


11 


H 


// 


2-204 


2-Be.5-ElC.lU 


II 
II 


11 

11 


(1 


// 


2-205 


2-EL5-MeC«IU 


ri 

11 


11 


ii 


// 


2-206 


2,4-(McO),CeIU 


11 


11 


11 


// 


2-207 


2-MeiNCOCoIl* 


11 


11 


11 


// 


2-208 


2-MeOCIUC 6 !L 


11 


II 


II 


// 


2-209 


2-Me.4-MeSOC 8 !l 


3 II 


11 


11 


// 
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CooiixmiiuI Ho. It' 


R 2 


R 3 




2 210 2-Kc. 4-HcS0 2 Cdl3 H 


11 


11 " 


2-211 5-Mc. 2-McUCcll 3 


11 


n 


II // 


2-212 5-Cl. 2-IcOCclIs 


11 


ii 


(1 " 


2-213 2. Hi-Pr) 2 c 6 H 3 


n 


a 


II " 


2-2M 2. 5-(i-l'r) c h 


n 


n 


11 " 


2-215 4-il'rCsIU 


ii 


ii 


If // 


2-2 1G 5Hc.2-KcSCgIIj 


ii 


u 


II " 


9_9I7 f\II,i 


it 


u 


H rt 


2-218 5-H?u.2-HcSCg!I 3 


ii 


ii 


II 7/ 


2-2 10 5-Cl.2-MeSCoiI 3 


ii 


ii 
ii 


ii // 


2-220 4-CNCgIU 


n 


ii 


11 7/ 


2-221 2-CFjCgIU 


n 


ii 


11 ,r 


2-222 3-CFiCgIU 


ii 


ii 


ii " 


2-223 2-»c.5-CF 3 C G [l 3 


ii 


u 


ii " 



2-224 a-(iniitlazoU. 2-a]pyridin-5-ylcarbohyl.iraino)- 

(2-furyL)acctoiiilrile 
2-225 a- (imidazoU. 2-a]pyrLdiii-6-yicarlx)Hylainiao)- 

(2-furyl)accloni trile 
2-22G a-(3-cliloro-2-phcnyl -iniida7.olL 2-b] lhiazoi-r)- 

y I carbony 1 am i no) - (2- Tury i) ace Ion ilrilc 
2-227 a-(imidazo[L 2-b]pyridazin-3-ylcarlx)nylamino)- 

(2-furyDacclonilriie . 
2-228 a-(6-mcUioxy-iniLdazo[L 2-b)pyridazin-3- 
y Icar I way I am i no) - (2 - fur y 1 ) acc Ion ilriln 
2-229 a-(pyrazolo[l. 2-b]pyriinidin-3-ylcarbonylainiiio)- 

(2- fury 1) acc loni t r i Ic 
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Con.eow.ul Ho. R' ' R' E! 

2-230 a - (2-mc Ihy I i ndol izin-8-y Lcarbony lamino) - (2 

IhicnyDacclonitrilc 
2-23 1 a-(2-phe»yl-iinidazoCl. 2-b]pyrida7.in-8- 
ylc.irlx)nylaraiiio)-C2-lhienyl)acetonilrile 

2 -232 a - (6 -ch l oro -2-pheuy I- LmLd«izo C L. 2-b)pyridazin-8- 
yLcatboiiyl aniLi)o)-(2-.lluenyl)accioaiU tlc 

*UC I: hydrochloride. * HO -.oxalate 

A-1 to A-30 for R 6 in Table 6 mean the following groups. 
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UN CIl4J HNCH-CelW IINCH-,0]^ 

; 0 All I A-21 I 

CN CN • CN 



HNCIlM IINCIK5) HNCHClWCelU 

A-12 I "1, A-22 I 
CN CN C1 CN 



hncii-«:>> \\K\\-Q n-chV 

: p A- 13 I c Fa A-23 i i 
CS F CN McCN 

HSCII^' HNCIhQ HNCMcV 

■ '"L A -14 i c„, A-24 ! 
CN F CN CHs CN 



hnch-CH uHcucn»cn-cn, hnch^ CHj 

I " A-15 i A'25 ! 

CN CN CN 



nxai-c? HNciiciucihOMo 

< A 16 I A 26 IINCIUCN 

OCII, CN 



IINCIK!>0CH, HNCllMej t 

■ ; r „ A -17 I A-27 HNCMe) s CO ? Et 

CN ° C1U CN 



n A 18 i K- A-28 i s 

CS Br CN CN 



CN CN CK 



Hen-ii 



HNCll^ HNC1KON nn HNCIH'.hCI 
i ^ A-20 ! A-30 I " 
CN CHr* CN CN 
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T able 7 

Compound No. m.p.CC) N Mil (<5 value) 



2 1 149-151 6. 40-6. 55(211. m). 6. 65(111. d.J-3.0llz). 

6. 90(111. U=6.75llz). 7. 50(111. br), 
7. 55(111. d.J=0.9llz). 7. 72(111. d.J-0. 9llz); 
8. 12(111. <l,J=6.75llz). 8. 32(111. dj=6.75llz). 
II. 30(111. d.J*8.7511z).(CDCl a ) 

2-2 130-131 2. 45(311. s). 6. 50(211. m). 6. 67(111. dj=3.0llz7. 

6.90(lll.l.J=6.75llz).7.40(lll.br), 
7. 55(111. d.J=1.511z). 8. 10-8. 30(211. m). 
11.45(111. d,J=7.5llz).(CDCI 3 ) 

2-3 140-141 2. 40(311. s). 6. 78(111. d.J--7.5l!7j. 7. 15(211. m). 

7. 45(111. m). 7. 66(111. d.J-6. Oil?.). 7. 88(111. i s). 
8. 08(111. d.J=6.75llz). 8. 78(111. d.J-6.75llz), 
U. 28(111. d.J=7.5Hz)Xl>MSOd„) 



2-4 204-205 2. 40(311. s). 6. 55(111. d.'J-7.5Ilz). 

7. 08(111. 1. J=6.7511z). 7. 20-7. 70(411. m). 

7. 88(111. s). 8. 05(111. d.J-6. 75Hz). 

8. 75(111. d.J=6. 75Hz). 11. 24(111. d.J=7.5llz). 

(DMSO(U) 

2-5 102-103 1 . 30(311. L . J=7 . 5llz) , 2. 80(211. <i. J=7 . 5llz) .6. 5! 

-6. 70(211. m). 6. 75(Ul.d. J=3.0Ilz).7. 08(111. 1.. • 

=6.75Ilz).7.83(llU).7.88(lll.s).8.07(lll.dd. 

J-6.7 5llz . 1 . 5llz) .8.78(111. dd . J=6.75llz. 1. 5llz • 

I1.3r)(lll.(lJ-.6.75llz).(l)MSOdn) 
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Tab 1 c 7 (continued) 

Compound Ho. m.p.CC) NMR(<5value) 



2 7 85-87 1. 35(611. d.J=6.0llz). 3. 08(111. n). 6. 45-6. 70(211. 

in).6.70(lll.<l.J=3.0llz).7.03(lll.lJ-6.75llz). 

7. 75(111. m). 7. 80(111. s). 8. 06(111, dd.J-6.75Hz. 

1. Sllz). 8. 73(111. dd,J=6. 75Hz. 1.5Hz). 11. 48(111, 

d.J=6.7511z).(DMS0d 9 ) 

2-9 112—114 1. 32(911. s). 6. 48-6. 65(211. m). 6. 73(111. d>3.0 

Hz). 7. 05(111. t.J=6.7511z). 7. 78(111. m). 7. 84(111. 

s). 8. 07(111. d.J=6.75llz). 8.74(111. d.J=6. 75Hz) . 

11. 53(111. d.J=6.7511z).(DHSOdo) 

2-10 142-143 6.50(2H.m).6.65(lIl.dJ-3.75llz).7.l5(lll.l.J 

=6.75llz).7.45(ni.d.J-1.51b.).7.58(l!l.s). 

8.25(211. n). 10.95(111.(1. J^7,51lz).(CDCl 3 ) 

2-11 157-159 2.45(3II.s).6.35-6.50(21U).6.65(IIl.d. 

J=3.951iz). 7. 08(111. l f J=6.751Iz). 7. 50(111. d. 

J=l. 5llz). 8. 10-8. 30(211. m). 11. 05(111. d.J=8. 25 

Ilz).(CI)Cl 3 ) 

2-15 162-164 2. 20(611. s). 2. 40(311. s). 3. 65(211. s). 6. 50 

(211. m). 6. 68(lll,d>3.0Hz). 6. 92(111.1. h 

6.751Iz).7.48(lH.br).8.12(lII.d.J=6.751lz). 

8.40(lll.d.J=6.751iz).11.58(lH.d.J=7.50llz). 

(CDC1 3 ) 

2- 17 123-124 2. 20(611. s). 2. 40(311. s). 3. 70(211. s). 6. 47(111. d. 

J=7. 5llz). 6. 95(111. d.J=6.75Hz). 7. 10-7.50 

(4ll.m).8.20(lll.d. J=6.751lz).8.45(lll.d. J- 

- 6. 7511z) .11. 58(111. d. J=7 . 5011z) . (CDC1 3) 

2-19 171-174 
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Table 7 (continued) 

Compound No. m.p.CC) N Mil (5 value) 

2 -20 184-186 2. 35-2. 60(411. n). 2. 42(311. s). 3. 55-3. 75(411.^7 
3.77(21l.s).6.50(2Il,ra).6.65(lll.d.J-3.0Hz). 
6. 95(111. t,J=6.75llz). 7. 55(lll.br). 8. 25(111.(1. 
J=6.75Hz). 8.47(111. d. J=6.75llz). 11. 45(111. d. J 

=7.5liz).(DMSOdo) 

2-24 197-199 6.35-6.50(2Il.ra).6.68(lll.d. J-3 . 75Ilz) . 6. 95 
(lll.t.J=6.7511z).7.35-7.65(411.ni).7.70-7.90 
(2lU).7.92(l!l.s).8. 10-8. 30(211. in). 11. 56(111. 

d,J=7.5011z).(CDCl 3 ) 

187-189 6.76(lll.d.J=6.311z).7.05-7.32(2ll.(n).7.33- 

7. 65(411. m). 7. 70-7. 82(111. m). 7. 86-8. 02(211. in). 
8. 04-8. 20(111. m). 8. 59(111. s). 8. 73-8. 90(111. m). 

11.34(lll.d.J=6.311z)(DMS0d,) 

176-177 6.60(lIl.d.J=7.5Uz).'7.M(lIl.t.J=6.7511z). 

7. 35-7. 60(711. m). 7. 80-8. 00(211. m). 8. 15(111. d. 
J=6.75llz). 8. 67(111. s). 8.84(111. (U=6.75llz). 

11.43(111. d.J=7.511z).(D«SOd,) 

2-27 192-193 6. 50(111. d. J=6.611z).7 . 14(111. L. J=7 .5llz) .7. 36 
-7. 73(711. m). 7. 80-7. 99(211. m). 8. 02-8. 20 

35 

(111. m). 8. 56(111. s). 8. 72-8. 89(111. m).l 1.30(111. 

d>6.61lz).(UMS0rlo) 

2 28 205-206 6. 36(lll.d. J=6. 6Ilz). 6. 98-7. 53(611. m). 7.68- 

40 

7. 95(411. m). 8. 03- 8. 20(111. m). 8. 42(111. s). 8. 66 
-8. 80(111. m). 11. 33(111. d. J=6.611z).(CDCM 
DMSOdo) 



2-25 

20 



2-26 



30 



SO 
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Table V (.continued) 

C ompound Ho. m.p.CC) NMR(6* va I ue) 

2-29 168-170 3.82(3ll.s).6.35(lll.d.J=6.3liz).7.03-7.66(8T 
m).7.78-7.95(2ll.m).8.10(lll.dd..hl.35llz.7.5 
llz).8.54(lil,s).8.78(lll.dd.J=1.3511z.7.51l7.). 

11. 28(111. d.J=6.311z).(DMSOd c ) 

2-30 181—182 3.80(31l.s).3.85(3ll.s).6.24(lll.d.J=6.3llz). 

7. 04-7. 53(711. m). 7. 70-7. 91 (211. m). 8. 10(111. dd. 
J=1.5IIz.7.2llz).8.53(lll.s).8.79(lIl.dd.M.5 

Hz . 7 . 211z) . 11. 22(111. d.J=6. 311z) . (DMSOdn ) 

2-31 203-204 6. 48(111. d.J=6.45IIz). 7. 12(111. 1. J~7.2llz). 

7. 32-7. 65(411. in). 7. 68-8. 02(511. m). 8.10(111. 
dd.J-1.35. 7.2Uz). 8. 55(111. s). 8. 80(111. del. 
J = 1.35.7.2liz). 11. 25(111. d.J-6.45ilz). 

(DMSOdo) 

2-32 219-220 6.55(lll.d. J=6.7511z), 7.15(111.1. J=7.05ilz). 

7. 24 -7. 65(611. in). 7. 88-8. 03(211. m). 8.10(111. 
d<U = 1.35. 7.05Hz). 8. 53(111. s). 8. 82(111. dd. 
J=1.35. 7.05llz). 11. 30(111. d. J=6.75Hz). 

(DMSOde) 

2-33 207-208 3. 71(311. s). 6. 10-6. 26(111. id). 6.43-6.60(211. 

m). 6. 89-7. 01(111. in). 7. 13(111. 1. J=7. 51lz). 
7. 31-7. 58(311. m). 7. 72-7. 92(211. m), 8.11(111. 
dd.M.35,7.5llz). 8. 55(111. s). 8. 7 9(1 II. dd, I 

1.35. 7.51lz). 11. 13(111. d.J*6.45H«).0)HSO d a ) " 

2-34 174-175 6. 28(111. d, J=7. 5llz). 6. 95(111. 1. J--6. 9Ilz) .7.23 
-7.84(lOU.ra). 7. 90(111. s). 8. 11-8. 32(211. ■). 
11. 48(111. d.J=7.511z).(CDCl 3 ) 



70 



EP 0 404 190 A1 



Table 7 (continued) 

Compound No. in. p. CO N MR (5 value) 

2-35 210 — 21 1 6.32(lIl.d.J-7.5ilz).7.03(Ul.l.J=7.2llz).7.l7 
-7.92(4H.m).8.l6(lll.dd.J=1.351lz.7.2llz). 
8. 22(111. s) . 8. 57(111. dd. J=l . 35llz. 7 . 2llz) . 

11. 46(111, d.J=7.51lz).(DHS0d6^CUCl 3 ) 

2-36 192-193 6. 52(111. d.J=7.351lz), 7. 05(111, t.J=7.2itz). 

7. 32-7. 53(311. in). 7. 61-7. 91(411. m). 7. 92-8. 22 
(311.m),8.33(lIl.s).8.65(lil.dd.J=1.35llz.7.2 

Hz) .11.41 (111, d . J=7 . 3511z) . (CDC1 , < DMS0d„) 

2-37 189-190 2. 42(311. s). 6. 34(111. d.J=6.31lz). 7. 14(111. t.J= 
7 . 2llz) . 7 . 30-7 . 68(711 , m) . 7 . 7 4 -7 . 92 (211 . m) . 
8. 11(111. dd.J=l. 35Hz. 7. 2llz)8.55(lll.s). 8.79 
(lH.dd.J=1.35Uz.7.2Ilz). 11. 25(111. d.J=6.3Ilz). 
. (DMS0d e ) 

, — 1 

2-40 . 168-169 1. 23(611. d.J=7. 2Hz).?. 12-2. 50(111. m). 5. 05(111. 

dd.J=6.91lz.7.5Ilz).7.16(lll.t.J=6.91lz).7.28- 
7. 65(311. m). 7. 90-8. 20(311. m). 8. 60(111. s), 8. 82 
(lll.cW.J=1.351lz.6.9llz).10.90(lll.d.J=7.5llz). 
(DMSOda) 

2-41 181-182 6. 37(111. d. J=7.5Hz).6. 95(111. L. J=7.21Iz),6. 27 
-8. 37(1111, m). 8. 79-8. 94(111, m).l 1.97(1 11. d. J - 
7.50IIz). (CDCl 3 ) 



2-42 213-215 6. 58(111. d. J=6.45ilz). 7. 13(111. l,J-7.2llz). 

7.31-7.71 (411. m) . 7 . 80-8. 30(411 , m) . 8. 55(111. s) . 
8. 68-8. 87(211. m) .8. 96(111. d.J=2.851lz) ,11.30 
(ril,d.J=6.4511z). (CDCla) 
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Table 7 (Continued) 

Compound No. m. p. ("C) NMR (lvalue) 

2 45 i 82^83 3.31(2H.d.J=7.SH7.).5.32 5. G2CI if. m)TB - " 
93(111. t.J=6.6llz). 7.23 7-62(811....). 7. (i 
5 8-02(311. m). 8.07 8-3fi(2II. in). 1 1 .03 
(lH.d.J=8-7llz). (CDC h) 
T 46 722~I24 3 • 02(3H . hr) . 6 - 59( I II . bOX8S 1 7-12(211 " 
• m) . 7 . 1 8 -7 - 58(511 . n) . 7 . 62- 7 . 83( I II. in). 
7.93 8- 25(2ll.m).8. 35(111. s). 8. 60(111.(1. 

J=7.2Ilz). (CD3COCD3). 

~2~47 190-192 2 . 22(311 . s ) . 6 - 62 6 . 75( I n7m)~fi . XK UL d 

J=3-0IIz).7- Mdll.u J=6-9ll7.).7.3J - 
7. 63(311. m). 7. 76 8. 19(411, m). 8. 56(111. s) 

.8.72-8.90(Hl,nO. 11-/18(111. s). (DMSOcU) 

2 48 192~~193 2-42(3H.s). 6-20-6-31(111. m).6.56(lll.d/ 
J=3.3Il7.).7.i5(llI.tJ=7.21l7.).7.28- 
7.63(31l.n.).7. 89-8-06(311. n.). 8- I2(lll.d 
d.J=l. 351b.. 7. 2llz). 8-59(111. s). 8. 81(111. 
dd. J=l . 3511/., 7.2Hz). 11 .37(111. d. J= 
6.9Il7.).(DMSOd e ) 



2 49 173-174 4.60(2H.d.J=6.3ll7.).7.12(Hl.i. J=6.9Ib.) 

. 7 . 24 -7 - 62(311 . in) . 8 - 00 8 - 25(311 . m) . 
8.58(lH.s), 8- 71-8.87(111. m). 10.59(111. 
I J=B.3lte).(DIIS0d s ) 



2 50 109-110 1. 27(3U.i. J=7.5llz), 1. 75(611. s). 4- 23 
(211 . q . J=7 . 5117.) . 6 . 92( 1 II . t . J=6 . 9Ilz) . 
7. 23-7. 68(311. in). 7.89 8. 18(411. m). 8. 29 
-8 - 50( 1 II . n.) . 1 0 . 95( 1 H . br ) . (DMSOrl « 1 
CXI,) 
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Table 7 (Continued) 

Compound No. m.p.OC) NMR (devalue) 

~2^2 196-197 2. 41(311. s). 6.49(Ul,d. J=7.8Ilz). 6.80-7.06(2 

11. m). 7. 23-7. 57 (411. m). 7. 75-7. 95(311. id). 8.0 

7-8 . 32(211. m) .11. 48(111. d . J =7 . 811z) . (CDC1 3 ) 

2-53 159-161 6.60(lll.d.J=6.6llz). 7.12(lll.t. J=6.9llz). 7. 

32-7. 61(311. ■). 7. 69(111. d,J=9.3llz). 7.82-8. 
14(311. in). 8.22(lll,dd,J=l.2. 9.3llz). 8.57(1 
II. s). 8. 72-8. 89(211. n). 11. 26(111. d. J=6.6llz). 

(DMSOda) 

2-54 175-177 2. 54(311. s), 6. 55-6. 70(211, m). 6. 75(111. d.J-3.0 
Hz).7.20(lll.l.J=6.75llz).7.30-7.50(3IU). 
7.80-8.00(21I.m).8.15(lll.d.J=6.75!lz).8.45 
(lll.s). 8.85(111. d.J=6.75llz). 11. 35(111.(1. J= 

7.50llz).(DMSOdo) 

2-55 175-176 2. 45(311. s). 6. 75(lll.d.J=7.5llz)7. 10-8.30(811, 
m). 8. 42(111. s). 8. 86(111. d. J=6. 75llz). II. 27(111. 

d.J=7.5llz). (DMSOde) 

2-56 119-120 2. 45(311. s). 6. 53(111. d.J=7.51lz). 7. 10-7. 90(911. 

m). 8. 15(111. d.J=6.7511z). 8. 45(111. s). 8. 86(111. 

d.J=6.751lz). 11. 28(111. d.J=7.511z).(DMSOdo) 

2-57 214-216 2. 40(311. s). 6. 50-6. 70(211. in). 6. 82(111. d.J-3.0 
llz) .7.00-7. 55(311. m) .7.65-7. 95(311 . ra) . 8 . 1 2 
(III. d.J=6.751lz). 8. 55(111. s). 8. 80(111. d.J = 
6. 7511z) . 11 . 45(lll.d. J=6. 75Ilz) . (DMS0d 6 ). 
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Table 7 (Continued) 

Compound No. in. p. CO NMR (i value) 



2 58 198-200 2-35(311. s).G.60-6-75(2H.u.). 6. 80(111. d. 

J=3.0Hz), 7. 15(111. t.J=6.75Il7.). 7.32(211, 

d.J=8.35!!z).7.75-8.003ll.m).S. 10(111. d. 

J=G.75llz).8.54(lH.s). 8-80(111. d.J= 

6.75llz) , 1 1 .52(lll.d, J=6.7511z) . (DMSOd, ) 

~2 59~ 173-175 2.39(3ll.s).2.50(3H.s).6.40(III.d. J= 

6.6lIz).6.41-6.58(2H.in).6.72(lll.d.J= 

3.0nz).7.08(lII.L.J=6.0IIr.).7.18(lll.in). 

7.52-7.72(2U.m).8.05(IIl.s).8. 27(111. dd. 

J=7 . 5!lz . 0 - 3Hz)8 . 59( I II . dd . J =7 . 5Hz . 

0-3Hz).l 1-48(111. d.J=6.6llz).(Clx:i 3 ) 



2 60 131-135 2.34(3Il,s).2-47(3H.s).6.53(lH.d.J= 

7.51b). 6-90-7-25(411, m). 7. 31 -7.48(211. 
m), 7.80(111. s).7. 18-7.40(211. m). 11. 56 

(lll,d.J=7.51l7.).(CDCl 3) 

2-63 167-169 4. OlGH.s). 6-55 6.70(211. m). 6. 80(111. d, 

J=3.0llz).7. 00-7.50(411. ui).7.95(lll.br). 
8.00-8. 25(2H.m).8.68(lII.s). 8.87(111. i. 
J=B.75Hz).ll-5Kin.d.J=6.0Hz). 
(D MSOd 6 ) - 

"2 64 " 1 67- 1 69 3 . 82(311 . s) .6-55 6- 70(2H . m) 6 . 82( 1 11 . d . 

J=3. 0Hz) . G - 85-7 - 60(511 . m) . 7 . 89( Hl.m). 
8.13(lII.d.J=6.75nz).8-58(lH.s).8.80 
(lIl.d.J=6.75Hz).11.42(HI.d.J<i.75llz). 
(DMSOdg) 

2 65 ""179-180 " 3. 85(311. s), 6.55-6.70(211. m). 6.70(111. d," 
J=3.0Il7.).7.00-7.25(3H.m).7-85 8.05 
(3II.m).8.12(lII.d.J=6.75ll7.).8.45(lIl.s) 
.8.80(lII,d.J=6.75lIz).11.45(UI.d.J= 
6.75Hz). (DMSOdr.) 
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Table 7 (Continued) 

Compound Ho. m.p.CC) NMR (6* value) 

2-66 186-188 3. 84(611. s). 6.58-6. 71(211. m). 6. 80(lll.d.J^3T 
Hz) .7.43-7. 68(2H.m) . 7 . 10(111. d. J=7 . 5Hz) . 
8. lO(lll.d.J=6.75Ilz). 8.50(lll.s). 8.80(111. d. J 

" =6.7511z).lL40(lll.d.J=7.511z). (DMSOdo) 

^67 140-141 3. 83(311.s).3.90(3Il.s). 6. 40(111.(1. J=7.5llz). 

6 . 83-7 . 20(311 . in) . 7 . 25-7 . 60(511. m) . 7 . 88(111 . s) . 
8. 18(111. dd.J=6.0Uz.i.5llz). 8. 25(111. dd.J=6.0 

llz.l.511z). 11. 55(111. d..N7.5)lz). (CDC1 3 ) 

2-68 176-178 B. 55-6. 70(211. m). 6. 78(111. d.J=3.0Ilz). 7. 18(111. 

t.J=6.751lz). 7. 34-7. 66(311. m). 7. 78(111. br). 
8. 10-8. 30C2U.ni) . 8.76(111. s). 8.88(111. d.J= 

6.7511z).11.30(lll,d.J=6.75llz). (DMSOdo) 

2-69 235-237 6.55-6.75(2H.m).6.82(llt.d. J=3.011z).7.20 
(lll.l.J=6.7511z).7.3 , 5-7.70(21I.n.).7.88-8.30 
(411. m). 8. 66(111. s).8!84(llI.d.J=6.7511z). 

11. 32(111. d.J=6.7511z). (DMSOdo) 

2-70 222-224 6. 55-6. 70(211. m). 6. 83(111. d.J=3.0Ilz). 7. 18(111. 

l.J=6.75llz).7.53(2II.d.J-8.25Ilz).7.90-8.20 
(41I.m). 8. 61(111. s). 8. 82(111. d.J=6.7511z). 

U.38(lll.d,J=6.75Ilz). (DMS0d g ) 

2-71 233-234 6. 55-6. 75(211. m). 6. 82(111. d.J=3.01lz). 7. 16(111. 

U=6.7511z). 7. 78(211. d. J=8.2511z). 7. 90(211. d. 
J=8.2511z).7.98(lll.m).8.15(lll.d.J=6.75Ilz). 
8. 60(111, s). 8.83(111. d.J=6.75llz). 11. 32(111. d. 
J=6.751lz). (DMSOdo) 
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Table 7 (Continued) 

Compound No. m.p.('C) NMR (devalue) 

2-72 249-251 6. 55-6. 70(211. m). 6. 78(111. d. J=3.0llz)."U9 
(lll.t.J=6.751lz).7.95-8.45(6Il.m).8.75-8.90 

(211. m) .11. 25(lll.d. J=6. 751lz) . (DMSOdo) 

2-73 208-210 6.65(21l,m).6.83(lll.d, .h3.0Hz).7.21(llI,l. J- 
6. 75llz). 7. 30-7. 60(311. in). 7. 95(111. n). 8. 05- 
8.35(2ll.m).8.54(lIl.d.J=4.5llz).8.90(lll > d.J = 

6 . 7 5Hz) , 1 1 . 4 6 (1 11 , d , J =7 . 511z) . (DMSOd, ) 

2-78 173-175 2. 26(611. s).3. 92(211. s). 6. 53(111. d. J=8. Illz). 

6. 90-7. 11(211. m). 7. 32-7. 55(411. m). 7. 63-7. 84 
(211. m). 8. 28(111. dd.J=7.5llz.0.75llz). 8. 63(111. 
dd.J=7.5llz.0.751lz). 11. 65(111. d.J=8.1llz). 
(CDC1 3 ) 



76 



EP 0 404 190 A1 

Table 7 (continued) 

Compound No. m.p.OC) NMll(o" value) 

2-79 176-177 2. 26(611. s).3. 93(211. s). 6. 36(111. d. J=8. III"/). 

6.91-7. 34(211. m). 7. 43-7. 60(611. m). 7. 66-7. 85 
(211. m). 8. 21-8. 38(111. m). 8. 57-8. 73(ril.m). 

11. 65(111. d,J=8.11lz). (CDC1 3 ) 

2-80 —125 

2-81 173 6. 58-6. 70(211. m). 6.80(111. d.J=3.311z). 7. "32(111. 

t.J=6.9Ilz). 7. 40-7. 73(311. in). 7. 88-8. 29(411. ni). 
8.65(lll,dd.J=1.5Ilz.6.91Iz).11.05(lll.d.J=7.2 

llz). (DHSOdo) 

2-82 169-171 2.70(3Il.s).6.48(Ul,d.J=6.31lz).7.18(lIl.l.J= 
6. 9llz). 7. 28-7. 86(911. m). 8. 12(111. dd.J = 1.5llz. 
6.91Iz).8.62(llI.dd.J=1.5llz.6.9llz).11.39(lll. 

d,J=6.3llz). (DMS0d e ) 

2-83 129-131 6. 32(111. d.J=6.3llz).'6. 91(111. t.J=6.311z). 7. 15 
-7.75(14ll.m).8.05(llI.dd.J=6.3Ilz.l.51lz), 
'8. 25(111. dd.J=6.311z. 1.5Hz). 11. 68(111. d.J=6. 3 

llz). (CDC1 3 ) 

2-92 145-146 6.31(lll.d.J=8.4llz).7.l2(lll.U=6.511z).7.20 
-7 . 55 (411 , m) . 7 . 98(1 II . s) . 7 . 30 ( 111 . dd . J =7 . 5llz . 
1 . 5112) ,7. 35(111, dd,J=7. 511z . 1 . 5tlz) . 10 . 85( 1 II . 

d.J=8.41lz). (CDCI 3 ) 

2 104 221-222 6. 15-6. 70(211. m). 6. 70-6:95(211. m). 7. 20(111. 1. 

J=6.5Iiz). 7. 80-7. 95(111. m). 8. 27(111. dd.J=7. 5 
llz . 1 . 51lz) , 8. 41 (Hi, s). 8. 83(111. dd, J -7. 5llz . 
1 . 5llz) .11. 50(111. d. J=6.0llz). (DMSOds) 
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Table 7 (conlinued) 

Compound No. ro.p.CO" NMR( J value ) 

"2-109 197-198 2.42(311. s).6.29(lll.d.J-8.4ll7.). 7. i5- 

7.55(7ll.n0, 7.70-7.85(211. m). 7.80(111. s) 
,8.05(2II.s). 11. 53(IH.d.J-8.«. (CI) 

CUL . 

"2 112 20(5-207 2.57(311. s). 2.71 ((311. s). 6. 32(IH.d.Hi. 

0ll7.).6.50(in.dJ=6.3Hz). 6.54(111, d.J= 
6 . 3llz) . 6 . 67( I H . d . J=3 . Ollz ) . 7 . 3 1 -7 . 52 
(3H.m).7.55(lH.m). 7.62(111. s). 7. 71 - 
7 . 92(211 . ra) . 1 2-30C IH.d. J --6 . 01k) . 

(CDCU) 

TTR T19-12I 4.22(211. s).6.38(lH.d.J=9.0ll7.).6.92 

(111. i.J=8. Ollz). 7. 10-7. 50(911. in). 7. 55. 
(lll.s).8. 19(211. d.J=6.3ll7.). 1 1 .23(111. d. 

J=9 .0llz).(CDC I a ) _ 

2-115 1 38-139 5.28(2II.s).6.^(IH.d.J=9.0ii7.).6.95 
(111. t. J=8.0Ilz). 7.00-7. 50(911. m). 7. 70 
(ltl.s). 8.25(211. d.J=6.3IIz). 1 1 .21(111. d. 

J=9.0Hz).(CDCl 3 ) 

"2Tl9 127-128 3. 50(311. s),/1.65(2ll.s). 6. 33 6.50(211. ni) 

.6.93(111. i,J=6.3llz).7. 49(111. ■). 7.62 
(lll.s),8. 15-8.32(211. ra). 1 1 .25(111. d. J- 

_ 7.5Hz). (CDCh) 

"2* W 1 08- 1 09 2 - 31 -2-57(411. m) .3. 47(311 . s) . 3 . 55-3 . 75 

(411 . ni) . 3 • 90(211 . s) . 4 . 63(211 . s) . 6 . 37 - 
6.53(2Il.in).6.93(lII.t.J=6.3ll7.).7.48 
(in.ni).8.23(lH.dd.J=7.5Il7..|.5ll7.). 
8.51(lll.dd.J=7.5Hz. 1 .5Hz). 1 1 . 32(111. d. 

J=7.5Hz). ( CDC1,) 

"2 ' 127" 165-166 2. 17(311. s). 3.80(211, s);6. 33 6.50(211. m) 

. 6.60-6-73(lH,ra).6. 95(111. d.J=6.0llz). 
7.50(lll,nO.7.60(lu\s).8. 12 8.30(211. m) 
, II. 27(111. d.J=7.5llz). (CDCU) 
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Table 7 (continued) 

Comp ound No. tn.p.CO) NMR( S value) 

2-122 .214-216 2-6l(3n.d,J=3.0Hz).4- 20(211. s).6- 33- 
6.51(2ll.m).6.58-6.75(lll.ni).7.08(lll.i. 
J=6-0Hz), 7.60(111. m).8-00(lH,s), 8- 18 
(III.dd.J=6.0Hz,|.5ll7.).8.60(lll.dd.J= 
6 - Olb. . 1 . 5117.) . 1 1 . 08( 1 II . d . J =6 . 3IIz) - 

(CDCMDMSOdc) 

2 123 Tl7~ri8 2- 19(311. s). 2-25(611. s). 3-72(211. s). 

3- 83(211. s). 6-32-6-48(211, m). 6. 65(l!l.d. 
J=3-01b.). 6. 98(III.d,J=6-0Il7.). 7.50(111. 
m). 7. 72(111, dd.J=6-0Il7.. 1. 5Hz). 8-50(111. 
dd . J=6 . OHz , 1 . 5117.) , 1 1 -40( 1 II . d . J=6 . 6Hz) 

.(CDCla) 

2 127 169-171 3- 38(311. br), 3-55(311. br), 4. 75(2il. s). "" 
6. 36-6. 51(2n.m), 6.59-6.70(111. m). 6- 93 
(ill. L.J=6.0IIz),7.45-7-55(lIl.m). 7.78 
(lII.s).8.28(IIl.d.J=7.5ll7.).ll.2l(III. 

• b r). (CDCh) 

2l 28 184-186 4.73(2II i s),6.32^- l 50(2II.ni),6.65(lII.'d, 
J=3.0IIz). 6. 98(lII.d,,J=6-0lIz). 7-50(111. 
m). 7.72(lH.s).8. 23(111. d.J=7.5Hz). 
11. 10(1 ll.br). (CDCh) 
2-134* ~ 120-125 "'5.70(ill.br). 6-50(lll.d. j-6.3ite). 
(hydro- 7.16-7. 82(811 , m) . 7 . 82-8 - 1 0(211 . n.) . 
chloride) 8. 16-8. 32(111. m), 8-68(IH,s). 8.82- 
9. 00(111. in), 11.2l(lII.d.J=6.311z). 

(DMSOcU) 

'2 : I35~ 112-115 2.40(3II,s), 6.35(2II.m). 6. 63(1 H. d. J~ 

3.0Il7.),7.20 7.60(8II,m). 8-55(lll,d. J= 
6.75Ilz). 9.80(lN,d,J=6.75Ilz). 9-82 
(UI.s). 11. 07(111, d.J=8-5Hz).(CDCl 3 ) 
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Table 7 (conLinued) 

C ompound No. m.p.("0) NMR( lv alue) 

213R 171-I72 6.50(l!!.d.J=7.5H7.). 7.U) 7.75(8l!.m). 

7.95(lH.m).8.l8(lII.d.J=6.75ll7.) I 8.5() 
(lH,d.J=4.5IIz). 8.90(III.d.J=6.75ll7j. 
11. 20(111. d.J=7.5Hz).(DMS0d c ) 



2 1 37 I90 — I9l 6.75(Hl.d.J=7.5llz).7.05-7.55(6Il.m). 

7.72(III.d.J=B.0Ii7.), 7.95-8. 25(1 II. n). 

8.l5(IH.d,J=6.75llz).8.48(lll.dJ= 

4-5Ilz). 8.88(lfl.d. J=6.75lb.). 1 1 .25( III. 

d.J=7.5llz). (DMSOdQ 

T 1 38 ~ 1 92~ "1 93 3 -83(311, s) . 3 .91 (311 . s)76 .58( Hi. d . J = '"' " 

7.5Hz) .6. 80-7. 15(3IU). 7-82(111. s). 

8.23(2II.in).11.58(lH,d.J=7.5ll7.). 

(CDC1,) 

2-139 184 — 185 2-38(6II.s). 2. 43(311. s). 6. 32(1!!. d. J= 

7.51b.). 6.32-6.49(2H.m). 6-6l(lll.m). 

6.95-7.20(2II.m). 7.50(lH.m). 6.62(211. 

in). 8-05(in,m). 11. 50(111. d.J=7.5ll7.). 

(CDCU) 

2-MO 215-217 6.77(Itl.d.J=7.5IlzX7.08-7. 45(411. m). 

7.52(lH.cl.J=3.0H7.):7.77(lIl.dd.J=6.0. 

3.0ll7.).7-85-8.20(3H.in). 8. 58(111. s). 

8.8()(lH.d.J=6.75ll7.). 1 1 .25(III.d.J= 

7.5H7.) . (DMSQdt) 

2 141 220-222" 6.75(in.cU=7.5ll7.).7. 10-7. 50(511. m). " 

7.77(lH.dd.J=3.75.5.25[Iz).7.y0 8-35 

(211 . m) . 8 - 50( 1 II . d . J =4 . Ollz) . 8 . 9()( I H . d . 

J=6.75IIz). 11. 13(111. d.J=7.5ll7.). 

(DM50d«) 

"2 142 1 54 - 1 56 6 "58( 1 II . d . J-7 . 5!lz) . 6 .80 - 7750(711. m) . " " 

8.05C 111. t.J=1.5IIz). 8. 15 8.40(2II.m). 

11. 56(111. d,J=7.5!Iz).(CDCI 3 ) 
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Table 7 (continued) 

C ompo u nd No. m.p.CO ) ..NM RU val ue)_ 

2 1 43 I65-I66 5.IO(2H,s). 6.52Cin.dJ-7.5Ifc).""7.00 

-7.2K2II.ni). 7.40-7.60(4ll.m).7.72- 
7.88(2H,ra), 8.28(III,m). 8.68(III.m). 
ll.63(lII,d.J=7.5IIz)-(CDCI 3 ) 



2 144 181-182 3.00(611. s),6.55(IH,d.J=7.5[i7.),R.73 

(211, d.J=9.0llz). 6.82-7. 15(211. m). 7. 20 
(211 , d , J =9 - OIIz) , 7 . 32 -7 . 50(211 . m) . 7 . 74 
(III. s).8.l5(2H..n).U. 70(111. d.J= 
7.54!Iz).(CDCl,) 



2- 145 202-204 6.70 6-85(lll.m), 7.03-7- 19(lII.n.).7.38 

-7.50(111. in). 7.60-7.83(2H.m)8-08- 
8.63(511. m). 9.67(lH.ddJ=l .35.7.35Hz). 
10-49(lH.d.J=6.75Hz).(DMSOd 6 ) 



2 146 182-184 6-35(111. d.J=7-65llz). 6-99-7. 16(111. m). 
(decomp . ) 7 . 21 -7 . 33( 1 II. m) . 7 . 36- 7 . 66(511 . m) , 7. 70 

-7.92(211. m). 8.58(JII.dd.J=l. 35. 7.511/.). 

9- 83(111. dd.JH .35.7.2Hz), 10. l5(IH.s).- 

U . 19(111 , d , J=7 . 65Hz;) . (CX I 3 ) 

Y-147 162-164 6.58(llI.d.J=7.5nz).p.80-7.50(7II.ra), 

8.05(111, d.J=1.5Hz), 8. 15-8. 40(211. m).. 

11. 56(111, d.J=7.5llz).(CDCl 3 ) 



2-148 177-179 6-57(111. d,J=7.8Hz), 6.99-7. 12(lH.m). 

7. 15-7. 62(1111. m). 7.68 -7. 86(2Hm). 8. 50 
(111, dd,J=l. 35,7. 5Hz). 8. 88(111. s). 
10. 30(111. dd, J=l .35.7.5Hz). 1 1 . 42(111. d. 
J=7.8H7.).(CDCI 3 ) 
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Tabic 7 (continued) 

Compound No. m.p.CC) NMlKd" value) 

2-149 208-210 2.63(3H.s). 6. 71(111. d. J-7.5llz). 7.00-7.18(1 
11. m) , 7. 38-7 . 50(111. in) . 7. 56-7 . 82(311. in) . 
8.14(lll,dd.J = 1.35. 8.25llz). 8. 48-8. 63(211. 
m). 9. 58-9. 73(111. ra). 10. 51(111.(1. M. 5llz) . 

(DMSOde) 

2-150 149 — 151 2. 43(311. s). 6. 60(111. d.J=7.5llz). 7.22(IhTT 
J=6.751Iz). 7. 40-7. 80(511. m). 7.94(1H. S ). 
8.I5(III.dd.J=6.75. 1.50llz). 8. 85(111. dd. J = 
6.75. 1.501lz). 11. 28(111. d.J=7.51llz). 

(DMSOdo) 

2-151 134-135 1.30(311.1. J=7.01iz). 2. 80(211. q. J = 7.0llz). 

6. 40(111. d.J=7.5Hz). 6.93(111.1. J=6.7511z). 
7. 30-7. 75(611. in). 8. 08-8. 30.(211. m). 11.52(111. 

d.J=7.511z). (CDCU)' 

2-152 141-143 2.45(31I.s). 6. 42(111. d.J=7.5IIz). 7.05-7.38(4 
II. in). 7. 40 T 7. 85(611. m). 8. 13(111. d.J=6.75llz). 
8. 40(111. s). 8.85(lll.d.J=6.75llz). 11.18(111. 

d.J=7.511z). (DMS0d 6 ) 

2-153 235-237 6. 40(111. d.J=7.511z). 7. 00-7. 40(311. m). 7.45- 
8. 00(711. m). 8. 12(111. d.J-6.7511z). 8.50(111. 
s). 8. 80(111. d.J=6.7511z). 11.19(lll.d.J=7.5 

llz).(l)MSOde) 

2 154 2. 85(311. s). 6. 55(111. d.J=7.51lz). 7. 09(111. m). 

7. 20 -7. 55(311. m). 8. 60(111. d. J=6.75llz) . 9.60 
(IH.d.J=6.7511z). 10. 85(111. d.J=7.51lz). 
(CDCU) 



82 



EP 0 404 190 A1 



Table 7 (continued) 

Compoun d No. m.p.("C) NMR( lvalue) 

2 T I55 163-165 6-53(jlI.d.J=7.5IIz). 6.95(lll.i.J=6.75" 
Hz).7.00-7.30(lH,m). 7.32-7.76(1 II. m). 
7.92(Jll.s), 8. 21(211, m), 11.57(111. d. J 

=7.5Hz). (CDC1,) 

2-156 111-115 6. 75(lH.d.J=6.75Itz). 6.68-7.1 Klll.br )? 
(hydroch 1 or i de) 7 . 1 1 - 7 . 82(711 , m) . 7 . 88-8 . 1 1 (2H . ru) . 8 . 23 
(lll.dd.J-1. 35.7.5Hz). 8. 68(111. s). 8.92 
(lIl.dd.J=1.35.7.5Ilz).ll.26(IH.d.J= 

6.75Hz).(DMSOdo) 

2157 174-176 6-52(lll.d. J=7-5Hz). 7-00-7. 19(2Il.m). 

7. 36 -7. 58(511. m). 7-98-8. 16(211. ■). 8. 25 
-8.48(2II.m) . 1 1 -27(1 ll.d. J=7.5IIz) . 

(CDC1 3 ) 

2-158 167-168 6.57(lll.d. J=8-4flz). 7.02-7. 18(ill.m). ' 

7.38 7. 70(311, m). 8.63(lII.dd.J=|.35. 
7- 5Hz). 8-66(111. s). 9-61(lH.dd. J=l .35. 
7.5nz).10.70(lII.d.J=8.4Ilz). 

(CDCl 3 iDMSOd t ) 

2-159 • 238-240 2.58(3n.s).6-68(in,d,J=6.9lIz).7.03- 
(decomp . ) 7 . 25(211 . m) , 7 . 46-7 . 72(311 . m) . 8 . 01 -8 . 24 
(2ll.in).8.45-8.52(lll.m). 8.63(JH,s). 
8.70 8.86(IH.m). 11-1 Kill. d.J=6.giIz). 

(DMSOdJ 

"2-160 219-220 6.67(in.d,J»7.2Hz). 6-92-7. 10(111. m). 

(decomp.) 7.27-7.39(lH,m), 7-49-7-64(111. in). 7. 68 
- -8. 02(311. m), 8. 19-8- 38(lll.m). 8.52(111. 
dd. J=l . 35.7.35Hz), 9.62(lll.dd.J=l .35. 
7.35Hz). 10- 37(111. d.J=7.2Ib.).(DMS0d 6 ) 
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Table 7 (continued) 

Compound Wo. m.p.CC) NMllU val ue) 

2-161 265 6.72(Ill.d.J=6.6llz). 7. 10-7. 57(3ll.m). 7.eT 

(decomp.) 8.0l(5li.m). 8.23(lll.dd.M.35. 7.5llz). 

8.70(lll.s). 8.91(lll.dd.M.35. 7.5llz). 

ll.09(lll.d.J=6.6Hz), l3.82(lll,s).(DMSOd B ) 

2-162 178-179 6. 48(111. d. J=6. 5Hz) . 7. 00(111. 1. J=6. 5llz). 

7. 00- 7. 20(111. m). 8. 10(lll.m)8.20 8.35(2IU). 
8.41(111. s). ll.l8(lll.d.J=6.51lz).(DHS O(U) 

2-163 212-213 3.71(3ll.s). 3.97(311.s). 6. 58(111. d.J^6.5Nz)T 
6.85-7.25(41I.ai). 7. 45-7. 75(311. m). 8.21(111. 
d.J-7.51Iz). 8.40(lll.s). 8. 52(111. d.J=7.5Ilz). 

1 1. 50(111. d,J*6.51lz). (UMSOdo) 

2-164 amorphus i. 36(911. 1, J=7.5llz), 2. 65(311. s). 3. 17(611. q7 
( lriethy.1 amine) J=7.51lz), 6.56(111. d.J=7.8ilz). 6.92-7.18(211. 

m). 7.28-7.50(2H.m) f 8. 28(111. dd. J=1.35. 
7.5IIz).9.00(lIl.dd.J=1.35. 7.51Iz). 11.44(111. 

d.J=7.8Ilz). (CDC1 3 ) 

2-165 150-152 2. 53(311. s). 2. 69(311. s). 6. 55(111. d. J=7. 51b.) . 

7.01- 7.32(2H.m). 7.36-7.81(311.m). 8.32- 
8. 50(111. m). 8.97(lll.dd.J=1.35. 6.61lz). 

11. 19(111. d.J=7.511z). (DHS0d e «CDCl 3 ) 

2-166 183-186 2.29(311.s). 6. 00-6. 39CiH.br). 6.73(111. d. J=" 
(p-loluoncsuironalc) 7.2Ilz). 7. 03-7. 36(511. m). 7. 40-7. 62(611. ra). 

7. 67-7. 78(111. id). 7. 85-8. 01(211. m). 8.19(111. 

dd.J = 1.35. 7.5Ilz). 8. 62(111. s). 8. 87(111. dd. 

J = 1.35. 7.5llz). 11. 19(111. d.J=7.2llz). 

(DMSOdo) 
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Table 7 (continued) 

Compound Ho. tn.p.CC) NMR(5value) 



2-167 


195-196 


6.73(lll.d,J=7.5llz). 7. 03-7. 33(211. m). 7.36- 








7.48(lll.m). 7.65(lll.dd.J=1.35. 5.4llz). 








8.17(lll.dd.J=1.35. 7.8Uz). 8. 25(111. s). 








8.78(lll.dd.J=1.35. 7.2llz). 10. 42(111. d. J = 








7.5Hz). (DMSOdo) 


2-168 


253- 


-256 


6.55-6.75(3H.b). 7.20(111. 1. J=6.75llz). 8.00 
-8. 50(511. m). 8. 75-8. 90(211. ra). 11.25(lII.d. J 
=6.01Iz). (DMSOdo) 


2-169 


196- 


-198 


1. 15(311. t.J=7.01lz). 2. 80(311. s). 3.67(2ll.q. 
J=7.011z). 5. 74(111. d.J=9.0llz). 7.40-7.90(211. 
m). 7.60(111. l.J=6.75Ilz). 8.50(llI.d.J=6.75 
llz).9.60(lll.d.J=6.7511z). 10. 50(111. d.J-9.0 
llz). (DMSOde) 


2-170 


185-187 


2.72(3ll.s). 6.52(Ili ( .d.J=7.5IIz). 7.40-7.75(6 








H.m). 8.50(111. d.J=6.75llz), 10. 72(111. d.J= 








7.5llz) (DMSOdo). 


2-171 


222- 


•223 


6. 75(111. d.J=6.51lz). 7. 10-7. 30(211, m). 7.55(1 
11. m). 7. 65-8. 80(211. m). 7. 95(111. d.J=3.51lz). 
8.20(111. d.J=6.7511z). 8.64(lll.s). 8. 85(111. d. 
J=6.75llz), 10. 98(lil.d. J=6.5llz). (DMSOdu) 


2-172 


118 — 


■120 


5. 05(211. br). 6. 54(111. d.J=7. 211/.). 7.21-7.85 
(611. m). 8. 16-8. 31(111. in). 8. 72-8. 98(211. oi). 
10. 48(111. d.J=7.2llz). (DMSOdo) 


2-173 


178 — 


J80 


6. 78(111. d,J=6. 51lz) . 7. 20(111. t,J=6.51lz), 


(hydrochloride) 7. 30-7. 82(711. m). 8. 10(lli.ni)8. 56(111. s). 








8. 84(111. ra). 11.18(lll.d.J=6.51l'/).(l)MSOdn) 
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Table 7. (continued)- 

Comp ound No. m.p.("C) N M R ( 6 value ) 

2-m 188-I90 6r73(lll.dJ=6.5ll/).6r95airiTJ^BT5ii7.) 
(Uydroch I or i de) , 7 . 00-7 . 98(8!l . ■) , 8 . 20( I II . m)8 . 25( I II . s ) 
.8.6KlH.m),ll.25(III.dJ=G.5ll7.). 

(DMSOd,) 

"2-175 158 — 159 4.00(3ll.s).6.75(lH,d.J=7.5ll7.).6.93 7 -~ 

7M5(5Il.ra).7.55(lll.m).7.75(Hl.m), 
7.95 8.30(2H.n).8.58(IH.s).8.85(lll.d. 
J=6.75ll7.)JM5(lll.d.J-7.5ll7.). 
(DMSOd ») 



2-176 1G0-I61 3-75(3ll.s).6.78(llI.d.J=7.5flz),6.85- 
7.63(7II.ra).7.72(]II,dd.J=6.0.l.0Ilz). 
8. I7(lll.dd. J=6.75. J .5Ife).8-53(IH.s). 
8.82(lll.dd.6.75. 1 -51b.). 1 1 .35(lli.d. .!= 
7.5llz).(DMS0d 6 ) 



2 177 229-230 3. 86(3Il.s). 0.74(111. d.J=7. 5Hz). fi. 90 
7. 25(311. m). 7. 50(1». m). 7. 72(111. dd.J = 
6.0,|.0Ik).7.88(2n.d.J-8.5llz).8.l2 
(lII.dd.J=6.75.1.5Hz).8.42(Hl.s).8.88 
(llI.dd.J=6.75.1.5l!z), II. 40(111. d.J= 

7-511 z). (DMSOd,) ' 

2 178 172-173 6.78(IH.d. J=7.5llz). 7. 15 -7.85(611. n). 

8.00 8. 35(311. m).8.85(IH,s). 8. 95(111. d. 
J-f).75IIz). 1 1. 25(111. d. .1=7. 5llz). 

(DMS Odt) 

'2 179 225-226 6.75(111. d.J=7.5Hz). 7. 05-7.30(211. m)." 

7./10-7.60(3n.ra),7.65-8.05(3lI.m).8.l8 
(lII.d.J=6.751lz), 8.65(111. s). 8. 81(111. d. 
J=.6.75Hz).11.23(llI.d.J-7.5Il7.). 
(DMSOd 6 ) 
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Table 7 (con tinned) 

Compou nd No. m.p.CO) NMR( J value) 

"2-180 228-229 6.75(lll,d. J=7.5llz). 7.00-7.30(211. m). " 

7.40-7. 65(2H.m), 7.77(111, dd.J=6.0. 
I . OIIz), 7.95(211. d,J=8.5llz). 8. 15(111. dd. 
J=6.75,1.5!lz).8. 63(111. s), 8. 84(111. dd. 
J=6.75. 1 .5Hz). 1 1 .35(lH.d, J=7.5Hz). 

(DMSOde) 

2 181 179-180 2-37(311. s). 2-48(311. s). 6. 67(lH.d.J- 
7.5»z).6.91-7.18(4ll.m).7.33 7.45(211. 
m). 7-60(111, dJ=9.0Hz). 7. 78(111. s). 
8- 28-8- 40(211. m), J 1 . 53(111. d. J=7-5llz). 

(CDC1 3 ) 

2-182 193-195 2-30(6n,s). 6-50(111. d.J=7.5Ilz)".6:9l 
(lIU.J=6.0lIz),7.03-7.30(3II,m)7.39- 

7- -5K2fI.ni). 7-53-7-65(111. m). 7.85(111. s) 
. 8 . 1 0 8 . 28(211 . m) . 1 1 . 60( I II . d . J =7 . 511/.) . 

(CDC1 Q 

2 183 205-207 2.50(6II.br).6.75(lll.d,J=8.5lIz).'7.00- 
7.30(4II.ra),7.38-7.53(lII,m).7.65-7.85 
(2!I.m), 8. 14(111, d.J=^.75Hz). 8.35(111. s) 
.8.85(lII.d,J=6.75Hz).11.28(lII,d.J= 

8.5llz) .(DMSOd 6 ) 

"2 184 '" 103-104 '1. 34(911. s).2'.50ail.s).6".fi0(i!I,dj'= 

8.51b.). 6.80-7. 15(211. m). 7. 20-7.45(411. 
m). 7.60 7.85(211. m). 8. 18(lI!.d,J= 
6.75ll7.).8.30(lII.d,J=6.75IIz). 1 1 -59(111. 

d.J=8-5llz).(CDC l 3 ) ' 

2 : 185 129-130 1.32(91I,s). 2-45(311. s). 6- 65("HI.d.J= 

8- 5Hz). 6-80-7-20(211. in). 7.21-7.51(411, 
m). 7. 75-7. 90(211. in). 8. 21(111. d.J= 

6. 75Hz), 8. 32(111, d. J=6-75IIz). 1 1 .55(111. 
d.J=8.5H7.).(CDCl 3 ) 
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Jab L e, 
Compound No 



7 (cop, 
ra.p. 



nu 



led) 



NMRO value) 



2-186 159—160 



2.35(3H.s). 6.75(111. d.J=8.5Hz). 7.08 
-7.30(3II.ro). 7.38-7.56(211.™). 7. 72(111. 
d.J=4.5Hz). 7.90(1H. in). 8.18(lH.d,J» 
6.75Hz). 8.78(111. s), 8. 92(lll.d.J=n. 75 
Hz), ll.l8(lH,d.J=8.5IIz). (DMS0d«) 



2 187 184-185 



2.40(3H.s).6.75(in.d.J=7.5!l7.).7.00- 
7.90(811. ra).8.18(LH.d.J=6.75Hz). 8. 58 
(Ul.s).8.85(IH.d. J=6.75IIz). 1 1 -43(111. 
d.J=7-5Uz).(DMSOd s ) 



2 188 218-220 



2 . 35(311 , s) . 6 -76( 1 II . d . J=7. 5Hz) . 7 ~0() '- ' 
7.40(4H.m).7.54(lH.m). 7.65-7.95(311. m) 
.8. 13(111. dd.J=6. 75. 1.5IW.8. 50(111. s). 
8.83(lH.dd.J=6.75. 1 -5Hz). 1 1 .38(IH.d. 
J=7.5llz).(DMSOd 6 ) 



2 : I89 186-188 2.67(3H.s). 6.61(1". d.J=7.81lz). 6.92 
(decomp . ) -7 . 1 6(211 . m) . 7 . 33 -7 . 67(611 . m) . 7 . 86 - 

8.07(211. m),8.23(lll.dd.J=l -35.6.45Hz). 
8.6KHI. dd.J»l. 35.6. 451Iz).8. 71(111. s). 
11. 33(111. d.J=7.8Hi).(CDCl 1 ) 



2 190 132-134 



2 : l9i 155-157 



6-49(111. d.J=7. 8Hz). 6. 90-7. 50(1011. m). 
8.10 8. 30(211. in). 10.71(JlI.d.J=7.8llz). 
(CDClj) 



6".71(lll.d.J=7.5Hz), 6.99 7. 19(211. m). 
7.20 7.53(6ll.in). 7.60(111. dd.J=l. 35. 
5.1IIz),8.13(in,dd.J=1.35.7.5lIz).8.38 
(lll.s).8.88(lH,dd.J=1.35.6.75llz). 
10.80(111. d,J=7.5Hz). (DMS0d r .) 



88 



EP 0 404 190 A1 

Table 7 (continued) 

C ompound No. m.p.(°C) NMR( J val ue) 

2-194 235-237 6.75(.M.d.J=6.3IIz). 7. 05 7. 34(211. n). - 

7.50-7.60(311. m), 7.78-8. 07(511. m), 8- 15 

(in.dd,J=1.5.6-45ll7.). 8-39-8- 47(|ll.ra). 

8.69(lII.s).8.83(lH.dd,J=l .5. 6.45Hz). 

ir.38(lH,d.J=6.3Hz).(DMSOd,) 

2-195 170-172 2-37(311. s), 3. 02(2H,br). 6. 60(lII.d.J= 

8- lllz), 6.70-7.M(2H. m), 7. 35 7.51(211. 

m). 8-00-8. 29(211. m). 1 1 . 49(111. d. J= 

8-lHz)-(CDCh) 

"2-196 "187-189 2-20 •2.45(l2ll.m).6.74(Ui.d, J^-SMz). 

7.00-7.28(211. m).7.35(lH,s), 7.45(111. d. 

J=3. Ollz). 7. 63(M,d.J=6. Ollz). 8-05- 

8.28(2ll.n.).8.82(lH.d,J=6.75IIz). 11.40 

(lll,d.J°8.5Ilz).(DMSOd,) 

"2-197 118-120 I - 35(311 , t , J =7 . Ollz) . 2 . 76(211 , q , J=7 . OIlz) 

. 6. 62(111. d.J=7.5llz). 6.85-7.1t)(2Il. m). 

7. 35(111. ro).7.65(lII.d.J=4.5nz). 7.75(1 

II. s). 8. 98(111^^=6.75, 1.5Hz). 8.62(111. 

d.J=6.75nz),U.27(lIl.d.J=7.5Hz). 

(DMSOd. ) 

2-200 195-196 1 .23(311. i,J=7.0Hz), 2. 66(211. q.J=7. Ollz) 

.6.71(llI.d,J=8.5Ilz).7.00 7. 40(411. m), 

7. 52(111, d.J=3.0Hz). 7.60-7. 90(311. m). 

8-10(111. d.J=6.75Hz). 8. 43(1H. s). 8- 75 

(lll.d. J=6.7511z). 1 1 .40(111. d. J=8.5Hz). 

(DMSOd b ) 
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Table 7 ( continued) 

Compound No. m.p.("C) NMll (<5 value) 

2 20 1 237-238 6.72(lll.d. J=8.5llz). 7.05-7.27(211^)7 7.45 ~ 

7. 95(611. n). 8. 1 3C I H. del . J=6 . 7 5 . 1.511?.). 

8. 55(111. s). 8.80(lll.dd.J=6.75. 1.5Hz). 1 1. 

26(lll. d.J=8.5ll2).(D MSnd 6 ) 

2 202 91-91 1.03 1 . 37 (611 . m) . 1.47 3. 00(411. 6Tk2C I II." 

<I.J*7.5llz). 7. 05-7. 31(411. m). 7.38-7.49(111. 

m). 7. 52-7. 61(111. m). 7. 63-7. 76(111. m). 8.15 

(IH.d.JM.35. 7.51lz). 8. 38(111. s). 8.88(111. 

dd. J = l. 35. 6.95llz). 11. 21(111. d. J=7 . 511/.). 
(DMSOdc) 

2-203 189-190 2. 54(311. s). 6. 75(111. d..b8.5llz). 7.05-7.7o(4 

11. m). 7. 48(111. m). 7. 70(111. n). 7. 93(111. m). 

8. 25(111. d.J-6.751Iz). 8. 50(111. s). 8. 85(111. d. 

J=6.75llz). 11.12(lll.d.J«8.5ll7.). (DH SOd,) 

2 204 141-142 1 . 18(311.1, J=7.81lz). 2. 44(311. s). 2.6oT2iTqr 

J=7.8Hz). 6. 77(111. d.J»7.2llz). 7.02-7.30(311. 

in). 7. 40-7. 52(111. m). 7. 63 -7. 77(211. 8.13 

Clll.dcl. 1.35. 7.51lz). 8. 41(111. s). 8.83(111. 

dd.J=1.35. 6.75llz). II. 28(111. d.J-7. 211/.). 

(DMSOcI,) 

2 209 195-197 2. 62(311. s). 2. 81(311. s). 6765(1 uTdTT- 8 . SlizOT 

6.90 7. 50(511. m). 7.80-8. 15(311. m). 8.42(111. 

s). 8. 78(111. d.J=6.7511z). 1 1.08(111. d.J-8. 5 

llz).(l)MSOdo) 
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Table 7 (continued) 

Compound No. m.p.QO) NMR (lvalue) 

2-210 237-238 2.61(3H.s), 3.22(3II.s), 6.74(lH.d.J= 
8.5lfc).7.05-7.35(2II,m), 7-48ClH.m). 
7.65-8.22(5U.m). 8.58(lH.s). 8.88C1H. 
d,J=6.75Hz). H.l8(lH.d,J-8.5llz). 

(DMSOd.) ; 

2-2II 201-202 2.30(3H.s), 3. 94(311. s), 6-49(ltI,d.J= 
7.5lfe).6.91(lH.tJ-7.9lr.).7.00-7.30 
(3H . ra) , 7 . 35-7 . 52(311 , m) . 7 . 89( 1 II . d . J = 
2.0Hz).8.22(lII.s).8.18(lIl.dd.J=7.5. . 
1. 5IIz).8. 25(1H. dd.J=7.5, 1.5Hz). 11- 62 

(Hl.d.J=7.5Ilz).(CDCl 3 ) 

2-212 244-245 4.00(3H.s). 6-50(111. d.J=7.5ll7.). 6. 99- 
7.35(3II.m). 7-48-7. 61(211. m). 8-05-8-25 
(2H.ni).8.42(lH.s). 8-59(lH.dd. J=7.5. 
1.5Hz).11.29(lH.d.J=7.5lIz). 

(DMSOdstCDCh) 

2-213 138-139 1-10-1. 40(1211, m), 2.75-3. 15(HI.nO. 

3.55-3.90(lH.m),6.82(lH.d,J=8.5IIz). 

7-05-7.70(7H.m).8.l8(lH.d,J=6.75Hz), 

8.23(lH.s).8.89(lH.d.J=6.75IIz).11.20 

<lH,d.J=8.5Hz).(DMSOdt) 

T-2M 153-154 1.12-J.31(6H.ra).l. 30(311. d,J=6.0IIz). 

2.70-3. 18(lll.ni). 3.40-3. 70(111. mi). 6.67 
(lI!.d.J=8.5Hz). 6.90-7.20(211. m), 7. 70 
(lll.s).8. 15-8. 40(211. ■). 11 .42(111. d. J= 
8.5Ilz).(CDCh) 
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Table 7 (continued) 

C ompound Ho. m.p.CC) NMIl (<5 value) 

2 215 207-209 1. 32(311. d.J=7.511z). 2.75-3. 15(111. in). iTsSO 
H.d.J=7.51Iz). 6.98(111.1. J=6.0Hz). 7.08- 
,7.18(111.111). 7. 28(111. d.J=8.5llz). 7.35-7.55(2 
1U). 7. 75(211, d.J=8.5ll 2 ). 7. 89(111. s). 8.20(1 
H.dd.J=6.0. 1.511z). 8.25(lH.dd.J=6.0. 1.5 

Hz). 11. 60(111. d.J=7,5llz). (C1)CI 3 ) 

2-230 215-217 2.28(3H.s). 6. 40-6. 75(311. m). 7.00-7.60(5^ 
m). 8.30(lll.d.J=6.75ll7.).9.75(l!l.cl.J=7.0ll7.). 

■_ (DMS0d B ) 

2-231 175-176 6. 50(111. d.J=7.511z). 7.05-7. 15(111. m ). 7.35- 
7. 50(411. m), 7. 80-8. 00(111. a). 7. 85(111, d. J- 
4.5llz). 8. 32(111. s). 8. 50(111, d.J=4. 51b.). 

11.12(lll.d.J=7.511z). (CDC1,) 

2-232 209-210 6.48(lH.d. J=7.5Ilz), 1 7. 05-7. 20(111. m). 7.35- 
7. 55(411. m). 7.75-7.95(111.11)). 7. 82(111. s). 
8.38(lll.s). 10.98(lll.d.J=7.5Hz). (CDCl 3 ) 



Formulation Example 1 


Emulsifiable concentrates . as prepared by blending the following 


components: 




Compound No. 2-2 


20% (by weight) 


xylene 


75% 


poiyoxyethylenealkylaryl ether (Nonipol 85 R ) 


5% 



Formulation Example 2 


Wettable powders , as prepared by blending and grinding the 


following components: 




Compound No. 2-24 


50% (by weight) 


diatomaceous earth 


44% 


poiyoxyethylenealkylaryl ether (Nonipol 85 R ) 


6% 
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Formulation Example 3 


Powders , as prepared by blending the 


following mixture: 




Compound No. 2-27 


3% (by weight) 


clay 


40% 


talc 


57% 



Claims 

ts 1 . A condensed heterocyclic compound of the formula: 



X 

Q-CONH-CH^ ( i ) 

20 \ 

Y 



wherein Q is a condensed heterocyclic group having a nitrogen atom in the bridgehead which is 
25 unsubstituted or substituted, X is a hydrogen atom or a group attached through C, 0. S or N, and Y is an 
electron attractive group, or its salt 

2. A compound of claim 1 wherein the condensed heterocyclic group having a nitrogen atom in the 
bridgehead which is unsubstituted or substituted is a group represented by the formula: 



30 




in which A is a group forming a condensed ring at the [1,2] positions of the imidazole ring, A is a group 
forming a condensed ring at the [1,5] positions of the imidazole ring, a" is a group forming a condensed 
ring at the [1,5] positions of the pyrazole ring, A* is a group forming a condensed ring at the [1 ,2]positions 

40 of the pyrrole ring, A*"* is a group forming a condensed ring at the [3,4] positions of the triazole ring, and 
B 1 , B 2 and B 3 may be the same or different and are a hydrogen, nitro, amino, hydroxyl, cyano. Ci- 3 acyl, 
carbamoyl, carboxyl, alkoxycarbonyl, suffo, halogen. Ci-* alkoxy. C G -io aryloxy, Ce-io aryl-carbonyi, 
Ce-10 aryl, C7-10 aralkyl, C3-7 cycioalkyl, C1-4 alkylthio, Ce-io arylthio, C7-10 aralkylthio. mono- or di- 
alkylsulfamoyl, C1 -e alkyl, substituted phenyl or aromatic heterocyclic group. 

45 3. A compound of claim 2 wherein the condensed ring represented by 



50 




as the skeleton of the formula: 



55 
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5 




is an imidazo f 1 ,2-a]pyridine. 

4. A compound of claim 1 wherein the group X attached through C is an alkyl, alkenyl. haloalkyl, 
cycloalkyl, cycloalkenyl, aryl or aralkyl group or an aromatic heterocyclic group having a chemical bond at a 
carbon atom. 

5. A compound of claim 4 wherein the aromatic heterocyclic group having a chemical bond at a carbon 
atom, is fury I, thienyl or pyrazolyl group. 

6. A compound of claim 1 wherein the electron attractive group Y is cyano, carbamoyl, thiocarbamoyl or 
trichloromethyl group. 

7. A compound of claim 1 which is represented by the formula: 



20 



X" 



Q"-CONH-CH< 



(I") 



25 



wherein Q" is 



CN 



30 




35 



in which B 1 is a phenyl or substituted phenyl group and B 2 is a hydrogen atom or a Ci -& atkyl group; and 
X" is a phenyl, fluorine-substituted phenyl, thienyl or furyl group, or its salt. 
8. A compound of claim 7 wherein Q" is 



40 



45 




(Dn 



wherein n is 0, 1, 2, 3 or 4 and I is the same or different and selected from a group comprising a 0^-» t 
alkyl, C1-4 alkoxy. Ci-* alkylthio or halogen. 
50 9. A compound of claim 1 which is a-(2-phenylimidazo[1,2-a]pyridin-8-yicarbonylamino)-(2-thienyl)- 
acetonitrile or its salt. 

10. A method for preparing a condensed heterocyclic compound of the formula (l) in claim 1 or its salt 
which comprises reacting a compound of the formula 
Q-CO-Z (II) 

55 wherein Q has the same meaning as defined in claim 1 and Z is a leaving group, 
or its salt with a compound of the general formula 
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5 




(III) 



wherein X and Y are each as defined in claim 1, or its salt 

11. A fungicidal composition comprising a condensed heterocyclic compound of the formula (I) in daim 
to 1 or its salt, and a carrier or diluent 

12. A condensed heterocyclic carboxylic acid compound of the formula: 
Q 1 -CO-Z (IV) 

wherein Q 1 is a condensed heterocyclic group having a nitrogen atom in the bridgehead as follows 




in which R 1 is an Ci- G alkyl. halogen Ci-* alkoxy, Ci . alkylthio, C G -io aryloxy, C 6 -io arylthio, 
alkoxycarbonyl, phenyl, substituted phenyl or aromatic heterocyclic group; R 2 and R 3 are a hydrogen, Ci -e 
alkyl, halogen, nitro, amino, sulfo, mono- or di-alkylsulfamoyl, alkoxycarbonyl. formyl, cyano, phenyl, 
substituted phenyl or aromatic heterocyclic group, provided that when Q 1 is 




and R 1 is COOCH 2 CH 3l either one of R 2 and R 3 is another group than hydrogen atom, and Z is a leaving 
group; 
55 or its salt 

13. A process for preparing a compound of the formula 
Q2-CO-Z (VIII) 

wherein Q 2 is a group of the general formula: 
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10 



15 




or N 



R R 




20 



25 



in which R 1 . R 2 and R 3 have the same meanings as defined in claim 11 or its salt which comprises reacting 
a compound of the formula: 

CO-Z 




30 



wherein the ring @ is a pyridine, pyridazine. pyrimidine or pyrazine group which is unsubstituted or 
substituted by an C1-6 alkyl. halogen, nitro, amino, sulfo, mono- or di-alkylsulfamoyl t alkoxycarbonyi, 
formyl, cyano, phenyl, substituted phenyl or aromatic heterocyclic group, and 2 is a leaving group, 
or its salt 

with a compound of the formula: 



35 



W-CH-CO-R 



(VI) 



or 



40 



W-CH-NHOH 



(VII) 



45 



wherein W is a halogen atom, and R 1 and R 2 have the same meanings as defined above. 

14. Use of a compound as claimed in claims 1 to 9 as fungicide more particularly for controlling various 
kinds of plant blight such as downy mildew and blight. 



50 
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